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(57) ABSTRACT 

A triphenylamine derivative, a charge-transporting material 
comprising the triphenylamine derivative, and an electro 
photographic photoreceptor containing a charge-transport 
ing layer comprising the triphenylamine derivative are dis 
closed, wherein the triphenylamine derivative is represented 
by the following general formula (1): 

(1) 

wherein R,R,R,R, and R may be the same or different 
and each represents a hydrogen atom, a lower alkyl group, 
an alkoxy group, a halogen atom, or an aryl group which 
may have a substituent, or R' and Rand/or RandR' may 
be taken together to form a ring, and n represents 0 or 1. 

8 Claims, No Drawings 
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1. 

TRIPHENYLAMINEDERIVATIVE, 
CHARGE-TRANSPORTNG MATERIAL 

COMPRISING THE SAME, AND 
ELECTROPHOTOGRAPHC 

PHOTORECEPTOR 

FIELD OF THE INVENTION 

The present invention relates to a novel triphenylamine 
derivative represented by the following general formula (1): 

2 
a binder polymer, it is necessary to form a thin homogeneous 
organic coating film free from crystallization and pinhole 
formation. This is because when a high electric field is 
applied to the thin film obtained, the part having microc 
rystals or pinholes undergoes dielectric breakdown or causes 
OSC. 

In addition to the satisfactory properties of the charge 
generating substance and of the charge-transporting sub 
stance, it is also important that carriers should be efficiently 

R R3 (i) 

CCH-CHECH N (CH=CH)-CHEC 

R2 R4 
R5 

wherein R', R',R,R, and R may be the same or different 
and each represents a hydrogen atom, a lower alkyl group, 25 
an alkoxy group, a halogen atom, or an aryl group which 
may have a substituent, or R' and Rand/or RandR may 
be taken together to form a ring, and n represents 0 or 1. This 
invention further relates to a charge-transporting material 
comprising the derivative and to an electrophotographic 
photoreceptor containing a charge-transporting layer com 
prising the charge-transporting material. 

BACKGROUND OF THE INVENTION 

Inorganic photoconductive materials recently in use 
include amorphous silicon, amorphous selenium, cadmium 
sulfide, zinc oxide, and the like. However, some of these 
materials are expensive because of difficulties in production 
thereof, while others are toxic and disadvantageous from the 
standpoint of environmental protection. 
On the other hand, as organic photoconductors, ones of 

the type comprising, in particular, a charge-generating mate 
rial and a charge-transporting material which respectively 
perform their functions are proposed extensively (e.g., U.S. 
Pat. No. 3,791,826). In this type, there is the possibility that 
a high-sensitivity electrophotographic photoreceptor might 
be obtained by using a substance which efficiently generates 
carriers (The term "carriers' means "charges'; the same 
applies hereinafter) as the charge-generating material in 
combination with a substance having high carrier-transport 
ing ability as the charge-transporting material. 
Of these materials, the charge-transporting material is 

required to efficiently receive the carriers generated in the 
charge-generating material upon illumination in an electric 
field and permit them to rapidly move through the photo 
sensitive layer to extinguish the surface charges promptly. 
The speed at which carriers move per unit electric field is 
called carrier mobility. A high carrier mobility means that 
carriers rapidly move in the charge-transporting layer. Any 
charge-transporting substance has its intrinsic carrier mobil 
ity and, hence, it is necessary that for attaining a high carrier 
mobility, a material having a high carrier mobility be 
employed. However, the attainable carrier mobilities have 
not yet reached a sufficient level. 

Further, in the case of applying a charge-transporting 
substance after dissolving it in an organic solvent along with 

30 

35 

40 

45 

50 

55 

60 

65 

injected from the charge-generating substance into the 
charge-transporting substance, i.e., from the charge-gener 
ating layer into the charge-transporting layer. This injection 
of charges depends on the properties of the interface 
between the charge-generating substance (or charge-gener 
ating layer) and the charge-transporting substance (or 
charge-transporting layer) and varies with combinations of 
various substances. Since a charge-transporting material 
should meet various requirements as described above, 
charge-transporting substances having a variety of proper 
ties are being developed. 
Among conventional charge-transporting materials, the 

styryl compound represented by the formula 

is, for example, proposed in JP-A-60-174749. (The term 
"JP-A" as used herein means an "unexamined published 
Japanese patent application.') 

Moreover, a styryl compound represented by the follow 
ing general formula (2) 

(2) 

(wherein R' represents an optionally substituted alkyl group 
or an optionally substituted aryl group, R’ represents a 
hydrogen atom, an optionally substituted alkyl group, or an 
optionally substituted aryl group, and Ar represents an 
optionally substituted aryl group) is proposed in JP-A-60 
175052. 

Furthermore, compounds similar to the compound (2) 
above are proposed in, for example, JP-A-62-120346, JP-A- 
1-217357, JP-A-4-57056, and JP-A-4-292663. 
The demand for charge-transporting materials is growing 

more and more, with which there is a desire for a newer 
material which is capable of satisfying various requirements. 

In JP-A-4-57056, for example, there is a description to the 
effect that the compound K specified below partly separated 
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out as crystals during the preparation of a photoreceptor 
because of the poor solubility of the compound. 

There has hence been a desire for the development of a 
new material which not only is satisfactory in such solubility 
and other properties but also is capable of attaining a high 
carrier mobility. 

SUMMARY OF THE INVENTION 

Accordingly, an object of the present invention is to 
provide a novel charge-transporting material which gives a 
stable film attaining a high carrier mobility and which, when 
used in an electrophotographic photoreceptor, is also excel 
lent in various properties. 
As a result of intensive studies made by the present 

inventors on a wide range of compounds under these cir 
cumstances, they have found that the problems described 
above can be overcome with a triphenylamine derivative 
which has a diphenylbutadienyl-framework substituent 
bonded to one of the phenyl groups of triphenylamine and 
further has a diphenylbutadienyl- or diphenylvinyl-frame 
work substituent bonded to another phenyl group and which 
is represented by the following general formula (1): 

CHCH 

15 

20 

25 

30 

(K) 

CH3 

DETALED DESCRIPTION OF THE 
INVENTION 

In the compound (1) of this invention, R', R,R,R, and 
R may be the same or different and each represents a 
hydrogen atom, a lower alkyl group, an alkoxy group, a 
halogen atom, or an aryl group which may have a substitu 
ent, or RandR or RandR may be taken together to form 
a ring. Examples of the lower alkyl group include alkyl 
groups having 1 to 4 carbon atoms, e.g., methyl, ethyl, 
n-propyl, isopropyl, n-butyl, and isobutyl, with methyl or 
ethyl being especially preferred. 

Examples of the alkoxy group include alkoxy groups 
having 1 to 4 carbon atoms, e.g., methoxy, ethoxy, propoxy, 
and butoxy. 

Examples of the halogen atom include fluorine, chlorine, 
bromine, and iodine. 

Examples of the aryl group which may have a substituent 
include phenyl, lower-alkyl-substituted phenyl groups, e.g., 
p-tolyl and 2,4-dimethylphenyl, lower-alkoxy-substituted 

R1 R3 (1) 

CCH-CHCH N (CH=CH)-CH=C 

R2 R4 

wherein R', R',R,R, and R may be the same or different 
and each represents a hydrogen atom, a lower alkyl group, 
an alkoxy group, a halogen atom, or an aryl group which 
may have a substituent, or R' and Rand/or RandR may 
be taken together to form a ring, and n represents 0 or 1. The 
present invention has been completed based on this finding. 

That is, the present inventors have found that the triph 
enylamine derivative (1) has good solubility in binder poly 
mers, suffers neither crystallization nor pinhole formation, 
and is capable of attaining a high carrier mobility, and that 
a photoreceptor employing this compound is high in sensi 
tivity and low in residual potential. 
The present invention therefore relates to the novel triph 

enylamine derivative represented by the general formula (1) 
given above, a charge-transporting material comprising the 
compound represented by general formula (1), and an elec 
trophotographic photoreceptor containing a charge-trans 
porting layer comprising the charge-transporting material. 
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phenyl groups, e.g., p-methoxyphenyl, and halogen-substi 
tuted phenyl groups, e.g., p-chlorophenyl. 
R" and R' or RandR' may be taken together to form a 

ring such as substituents forming a 5- to 7-membered ring. 
Specifically, examples of the group formed by R and Ror 
R and R' include the single bond, 2,2'-methylene, 2,2'- 
S-, 2,2'-O-, 2,2'-N(Ph)- (wherein Ph is a phenyl 
group), 2,2'-ethylene, 2,2'-vinylene, and 2,2'-phenylene. 
That is, these groups are represented by the following 
structural formula: 
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(wherein X represents a single bond, a methylene group, an 
oxygen atom, a sulfur atom, a phenylimino group, an 
ethylene group, a vinylene group or a phenylene group). 

Preferred examples of the compound (1) of this invention 
include the compounds shown in Table 1 below, but the 
compound (1) is not limited thereto. 

TABLE 1. 

Exemplified 
Compound R R2 R3 R R5 

0 H H H H H 
2 1. H H H H H 
3 0 4-Me 4-Me 3-Me 3-Me H 
4 0 4-Me 4-Me 4-Me 4-Me H 
5 1 4-Me 4-Me 4-Me 4-Me H 
6 4-Me H 4-Me H H 
7 0 H H 4-Me 4-Me H 
8 1. 3-Me H 3-Me H H 
9 0 H H 3-Me 3-Me H 
10 0 H H 4-C 4-Cl H 
11 l H H H H 4-Me 
12 0 4-Me 4-Me 4-Me 4-Me 4-Me 
13 1 4-Me 4-Me 4-Me 4-Me 4-Me 
14 1. 3-Me H 3-Me H 4-Me 
15 1 4-Me H 4-Me H 4-Me 
16 1 H H H H 4-Et 
17 1 H H H H 4-MeO 
18 1 4-Me 4-Me 4-Me 4-Me 4-MeO 
19 1 4-Me H 3-Me H 4-MeO 
20 1 4-Me H 4-Me H 4-MeO 
21 1 3-Me H 3-Me H 4-MeO 
22 1 H H H H 4-(p-Tol) 
23 1 4-Me 4-Me 4-Me 4-Me 4-(p-Tol) 
24 1 4-Me H 4-Me H 4-(p-Tol) 
25 1. 3-Me H 3-Me H 4-(p-Tol) 
26 1. H H H H 4-Br 
27 1 4-Me 4-Me 4-Me 4-Me 4-Br 
28 1 4-Me H 4-Me H 4-Br 
29 1 3-Me H 3-Me H 4-Br 
30 1 4-Cl 4-Cl 4-Cl 4-Cl H 
31 0 4-Me 4-Me H H H 
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TABLE 1-continued 

Exemplified 
Compound l R R2 R3 R4 R5 

32 1 4-Me 4-Me 3-Me 3-Me H 
33 0 3-Me 3-Me H H H 
34 0 4-Me 4-Me H H 4-Me 
35 0 H H 4-Me 4-Me 4-Me 
36 4-Me 4-Me H H H 
37 3-Me 3-Me H H H 
38 4-Me 4-Me H H 4-Me 
39 1 4-Me 4-Me H H 4-MeO 
40 1 4-Me 4-Me Cl Cl H 
4. 0 2-CHCH-2 H H H 
42 1 2-CH2CH-2' H H H 
43 0 2-CHCH-2' 4-Me 4-Me H 
44 1 2-CHCH-2' 2-CHCH-2' H 
45 1. 2-CH-2' 2-CH-2' H 
46 1. 2-0-2 2-O-2' H 
47 1. 2-S-2 2-S-2 H 
48 2-N(Ph)-2' 2-N(Ph)-2' H 
49 2-CHECH-2 2-CHCH-2' H 
50 2-2' 2-2' H 

5 1 H 

2 2 2 2 

52 1 2-CH2CH-2' 2-CHCH-2' 4-Me 
53 1 2-CH-2' 2-CH-2' 4-Me 
54 1. 2-0-2 2-O-2' 4-Me 
55 l 2-S-2 2-S-2 4-Me 
56 1. 2-N(Ph)-2' 2-N(Ph)-2' 4-Me 
57 2-CHE CHE 2' 2-CHCH-2' 4-Me 
58 2-2 2-2' 4-Me 

The abbreviations given in the table have the following 
meanings. 

4-Me: methyl substituent in the 4-position of phenyl 
3-Me: methyl substituent in the 3-position of phenyl 
4-Cl: chlorine atom substituent in the 4-position of phenyl 
4-Et: ethyl substituent in the 4-position of phenyl 
4-MeO: methoxy substituent in the 4-position of phenyl 
4-(p-Tol): p-tolyl substituent in the 4-position of phenyl 
4-Br: bromine atom substituentin the 4-position of phenyl 
Of the triphenylamine derivatives (1) of this invention, 

the compound in which n=1 (1a) can be synthesized accord 
ing to, for example, the following reaction scheme 1. 

(Reaction Scheme 1) 

KX - 
2. C=CHCH2P(O)(OR6) + oc-() CHO-Ge 

R2 

(6) 
(8) 
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-continued 
(Reaction Scheme 1) 

KX 
CCH-CHCH N 

- Y 
R5 

(la) 

(In the scheme, R', R, and R have the same meanings as 
defined above, and R represents a lower alkyl group.) It is 
especially preferred that R be methyl or ethyl. 

That is, the desired compound is easily produced by 
reacting a 4,4'-diformyltriphenylamine derivative (8) with a 
3,3-diarylallylphosphorous acid dialkyl ester (6) in an 
amount of 2 mol per mol of the compound (8) in the 
presence of a base at a temperature between room tempera 
ture and around 80 C. 

Examples of the base include sodium hydroxide, sodium 
amide, and metal alkoxides, e.g., sodium methoxide, sodium 
tert-butoxide, and potassium tert-butoxide. 
As a solvent, use may be made of a lower alcohol, e.g., 

methanol or ethanol, an ether, e.g., 1,2-dimethoxyethane, 
diethyl ether, tetrahydrofuran, or dioxane, a hydrocarbon, 
e.g., toluene or xylene, an aprotic polar solvent, e.g., dim 
ethyl sulfoxide, N,N-dimethylformamide, N,N-dimethylac 
etamide, or N-methylpyrrolidone, or a mixture thereof. 
The 4,4'-diformyltriphenylamine derivative (8) can be 

easily obtained by subjecting a triphenylamine derivative (7) 
to the Vilsmeier-Haack reaction with heating using an excess 
of DMF (N,N-dimethylformamide), MFA (N-methylforma 
nilide), or the like and an excess of phosphoryl chloride, 
phosgene, thionyl chloride, or the like (reaction scheme 2). 

(Reaction Scheme 2) 

DMFIPOCl3 
N (excess) G 

R5 

(7) 

OHC N CHO 

R5 

(8) 

(In the scheme, Rhas the same meaning as defined above.) 
Further, the 3,3-diarylallylphosphorous acid dialkyl ester 

(6) can be obtained according to reaction scheme 3. 
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Cy 
CHECH-CHEC 

(Reaction Scheme 3) 

CO (i) MeMgCl G 
(ii) PTSA, HO 

(3) 

R1 

(CH2O) C=CH, S > 

(6) 

That is, a 1,1-diarylethylene (4) is first obtained by (i) 
reacting a benzophenone derivative (3) with methylmagne 
sium chloride (MeMgCl) and then (ii) dehydrating the 
resulting alcohol in the presence of an acid. Usable as the 
acid is one ordinarily used for dehydration reaction, such as, 
e.g., PTSA (p-toluenesulfonic acid). 
The 1,1-diarylethylene (4) can be obtained also by con 

ducting the same reactions (i) and (ii) described above 
except that an acetophenone derivative (3') is used as a 
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starting compound and a substituted phenylmagnesium bro 
mide is used in place of MeMgCl. 

MgCl 

(3') 

CCH 

R2 

Subsequently, the 1,1-diarylethylene (4) is reacted with 
paraformaldehyde (CHO), and hydrogen chloride in acetic 
acid according to the method described in JP-A-49-75564 to 
obtain a 3,3-diarylallyl chloride (5). 

This 3,3-diarylallyl chloride (5) is reacted with a trialkyl 
phosphite, whereby the 3,3-diarylallylphosphorous acid 
dialkyl ester (6) can be obtained. 

Examples of the trialkyl phosphite include triethyl phos 
phite, tripropyl phosphite, and tributyl phosphite. 
On the other hand, the triphenylamine derivative of the 

present invention represented by general formula (1) 
wherein n=0 (1b) can be synthesized according to reaction 
scheme 4. 

(Reaction Scheme 4) 

DMFIPOCl3 ()-N-() PM's 
t 

R5 

(7) 

R4 

OHC -( )- N -() - (0) --> 

R5 

(9) 
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-continued 

(Reaction Schene 4) 

DMFIPOCl3 
- Ge. 

(11) 

t 

"{X 
-) 

"(X 
-X 

(12) 

R3 

CECH-CHCH -()- N -()- CHEC 

t R4 
R5 

(1b) 

Ri 

() 
That is, a triphenylamine derivative (7) is reacted with an 

equimolar amount or slight excess of DMF and an equimolar 
amount or slight excess of phosphoryl chloride or the like by 
means of the Vilsmeier-Haack reaction mentioned above, 
whereby a formyltriphenylamine derivative (9) can be easily 
obtained. This formyltriphenylamine derivative (9) is then 
reacted with a diphenylmethylphosphorous acid dialkyl 
ester derivative represented by general formula (10) in the 
presence of a base to obtain a diphenylvinyltriphenylamine 
derivative (11). 
The diphenylmethylphosphorous acid dialkyl ester 

derivative (10) is obtained from corresponding halomethyl 
compound and trialkyl phosphite by heating the compounds 
either directly or in a solvent such as, e.g., toluene or xylene. 
The diphenylvinyltriphenylamine derivative (11) is sub 

jected to the Vilsmeier-Haack reaction in the same manner 
as described above to obtain a compound (12). This com 
pound (12) is reacted with a 3,3-diarylallylphosphorous acid 
dialkyl ester (6), which is obtained as described herein 
above, whereby the desired compound of the invention can 
be obtained which is the triphenylamine derivative (1b) 
represented by general formula (1) wherein n=0. 
On the other hand, the triphenylamine derivative (1b) 

represented by general formula (1) wherein n=0 of the 
present invention can also be synthesized according to the 
following reaction scheme 5. 
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(Reaction Scheme 5) 

- Y 
(6) 

(8) 

CecCH-CHECH 
KX 
KY 

R5 

(13) 

12 

That is, a 3,3-diarylallylphosphorous acid dialkyl ester (6) 
is reacted with an equimolar amount of a 4,4'-diformyltriph 
enylamine derivative (8) in the presence of a base to obtain 
a 4-(4",4'-diphenyl-1",3'-butadienyl)-4-formyltripheny 
lamine derivative (13). This compound (13) is reacted with 
a diphenylmethylphosphorous acid dialkyl ester derivative 
(10) in the presence of a base to obtain the desired com 
pound of the present invention, i.e., the triphenylamine 
derivative (1b) represented by general formula (1) wherein 
n=0. 
The triphenylamine derivative (1b) can also be obtained 

by reacting the compound (8) with the compound (10) and 
then reacting the obtained product with the compound (6). 

45 

50 

(1b) 

The diphenylmethylphosphorous acid dialkyl ester 
derivative (10) is obtained from corresponding halomethyl 
compound and trialkyl phosphite by heating the compounds 
either directly or in a solvent such as, e.g., toluene or xylene. 

Further, a triphenylamine derivative (1c) represented by 
general formula (1) wherein n=1 and RandR' are different 
from R and R' can be synthesized according to reaction 
scheme 6. 
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(Reaction Scheme 6) 

14 

CeCH-CHECH 
KX 
- Y 

CECH-CHCH 

(3) 

{X 
- Y 

That is, the 4-(4",4'-diphenyl-1",3"-butadienyl)-4- 
formyltriphenylamine derivative (13) is reacted with a 3,3- 
diphenylallylphosphorous acid dialkyl ester (14) which is 
different from the 3,3-diphenylallylphosphorous acid dialkyl 
ester (6) in the presence of a base to obtain the desired 
compound of the present invention, i.e., the triphenylamine 
derivative (1c) represented by general formula (1) wherein 
n=1 and R and R are different from R and R. The 
3,3-diphenylallylphosphorous acid dialkyl ester (14) can be 
synthesized in the same manner as in the synthesis of the 
3,3-diphenylallylphosphorous acid dialkyl ester (6). 
When the compound (1) of the present invention is used 

as a charge-transporting material, a high carrier mobility is 
obtained. 
The compound (1) of this invention is also usable in a 

wide range of fields including organic electroluminescence 
(EL). 
When the compound (1) of this invention is used in an 

electrophotographic photoreceptor, high sensitivity can be 
obtained. 
The electrophotographic photoreceptor according to the 

invention specifically comprises a conductive support and, 
formed thereon, a charge-generating layer and a charge 
transporting layer which layers perform their respective 
functions, the charge-transporting layer comprising the com 
pound (1) of the invention as a charge-transporting material. 
The electrophotographic photoreceptor according to the 

invention may comprise a conductive support and, formed 
thereon, a monolayer comprising a charge-generating mate 
rial and the compound (1) of this invention as a charge 
transporting material. 

()- 
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CHO 

N 

(X 
C=CHCH2P(O)(OR6) 

- Y (14) 
S R - S - Ge. 

A 
CHECH-CHEC 

V. 
R5 

(1c) 

The charge-transporting layer comprising the compound 
(1) of the invention as a charge-transporting material is 
formed by vapor-depositing the compound (1) as it is on a 
conductive support or charge-generating layer, or by dis 
solving the compound (1) into a suitable solvent along with 
a binder, applying the solution on a conductive support or 
charge-generating layer, and drying the coating. 
On the other hand, the monolayer comprising a charge 

generating material and the compound (1) of this invention 
is obtained by dissolving or dispersing a charge-generating 
material and the compound (1) into a suitable solvent along 
with a binder, applying the solution on a conductive support, 
and drying the coating. 
Examples of the binder include polyacrylates, polya 

mides, acrylic resins, acrylonitrile resins, methacrylic resins, 
vinyl chloride resins, vinyl acetate resins, phenolic resins, 
epoxy resins, polyesters, alkyd resins, polycarbonates, poly 
urethanes, polystyrene, and copolymers thereof. Also usable 
besides such insulating polymers are organic photoconduc 
tive polymers, e.g., polyvinylcarbazole, polyvinylan 
thracene, and polyvinylene. 
Of these binders, the use of polycarbonates is particularly 

suitable. Suitable polycarbonates are bisphenol A type poly 
carbonates (for example, Yupilon E series manufactured by 
Mitsubishi Gas Chemical Company, Inc.), bisphenol Z type 
polycarbonates (for example, polycarbonate Z series manu 
factured by Mitsubishi Gas Chemical Company, Inc.), 
bisphenol A and bisphenol Z disclosed in JP-A-4-179961, 
and polycarbonates copolymerized with bisphenol A, 
bisphenol Z and bisphenol carbonates as structural units, for 
example, bisphenol A/bisphenyl copolycarbonate resin rep 
resented by the following formulae: 
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polycarbonate 
R13 R14 R17 R18 

R11 s 
O O-C 

R2 

R15 R16 R19 R20 

bisphenol Z type polycarbonate 
O 

O C O-C 

O) 
f 

bisphenol A type polycarbonate 
Me O 

O O-C 

Me 
Fi 

bisphenol copolycarbonate 

R13 R4 R17 R18 R21 

n O 
O C 

R15 R16 R19 R20 R23 

-(-)-O-et-O-)-. 
(wherein R1 and R, each independently represents a 
hydrogen atom, an alkyl group or an aryl group, R and R. 
may be taken together to form a ring, R3, R1, R1,R,R, 
R18, R19, R20 R21, R22, R23, R24, R25, R26, R27 and R2s each 
independently represents a hydrogen atom, a halogen atom, 
an alkyl group or an aryl group, and n and m each represents 
a molar number of the repeating unit.) 

Specific examples of the bisphenol copolycarbonates 
include, for example, bisphenol A/bisphenol type polycar 
bonate resin having the following structural formula. 

16 

(15) 

(15a) 

(15b) 

(16) 

(6a) 

40 

CH, CH /" o-C-F-C-F-C-o-; 
CH CH CH O 

Furthermore, polycarbonates represented by the follow 
ing structural formula as disclosed in JP-A-6-222581 can be 
used. 

45 

--O-O-Hi-O-O- 

Further, polycarbonates having the repeating unit repre 
sented by the following structural formula as disclosed in 
JP-A-6-214412 can be used, in addition to the above 
described polycarbonates. 

e O 

31 32 
R Me Me R 

60 
O f OrC 

Me M 
R33 

65 3. 32 33 (In formula, R, R and R may be the same or different 
and each represents a hydrogen atom, a halogen atom, an 
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alkyl group, a cycloalkyl group or an arylalkyl group). 
Specifically, those shown in the following table can be cited, 
as the above polycarbonates. 

Compound R31 R32 R33 

1. H H H 
2 H methyl H 
3 H ethyl H 
4 H tert-butyl H 
5 H phenyl H 
6 H benzyl H 
7 H dimethylphenylmethyl H 
8 methyl H methyl 
9 methyl methyl methyl 
10 methyl ethyl methyl 
11 methyl tert-butyl methyl 
12 methyl phenyl methyl 
13 methyl benzyl methyl 
14 methyl dimethylphenylmethyl methyl 
15 methyl cyclohexyl methyl 
16 Cl H Cl 
17 Br H Br 
18 isopropyl H isopropyl 
19 phenyl H phenyl 

The proportion of such a binder to the compound (1) of 
this invention may be such that the amount of the charge 
transporting material is from 10 to 1,000 parts by weight, 
preferably from 100 to 500 parts by weight, per 100 parts by 
weight of the binder. 
The solvent to be used is not particularly limited, but an 

organic solvent may be used. Examples thereof include 
alcohols, e.g., methanol, ethanol, and isopropanol, ketones, 
e.g., acetone, methyl ethyl ketone, and cyclohexanone, 
amides, e.g., N,N-dimethylformamide and N,N-dimethylac 
etamide, Sulfoxides, e.g., dimethyl sulfoxide, ethers, e.g., 
tetrahydrofuran, dioxane, and ethylene glycol dimethyl 
ether, esters, e.g., ethyl acetate and methyl acetate, haloge 
nated aliphatic hydrocarbons, e.g., methylene chloride, chlo 
roform, 1,2-dichloroethane, dichloroethylene, carbon tetra 
chloride, and trichloroethylene, and aromatic compounds, 
e.g., benzene, toluene, xylene, chlorobenzene, and dichlo 
robenzene. 
As the conductive support to be used in the photoreceptor 

of this invention, a foil or sheet of a metal, e.g., copper, 
aluminum, silver, iron, zinc, or nickel, or of an alloy thereof 
may be employed in sheet or drum form. Also usable as the 
conductive support is one obtained by depositing any of 
these metals on a plastic film or cylinder or the like by 
vacuum deposition or electroplating, or one obtained by 
forming a layer of a conductive compound, e.g., a conduc 
tive polymer, indium oxide, or tin oxide, on a support such 
as glass, paper, or a plastic film by coating or vapor 
deposition. 
The coating may be conducted by using any of such 

coating techniques as dip coating, spray coating, spinner 
coating, wire-wound bar coating, blade coating, roller coat 
ing, and curtain coating. 

In a preferred drying method, the coating is dried first at 
room temperature and then with heating. It is preferred that 
the drying with heating be conducted at a temperature of 30° 
to 200° C. for 5 minutes to 2 hours with or without air 
blowing. 
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18 
If desired and necessary, other charge-transporting mate 

rials and various additives may be further incorporated into 
the charge-transporting layer in this invention. Examples of 
the additives include plasticizers, e.g., biphenyl, m-terphe 
nyl, and dibutyl phthalate, surface lubricants, e.g., silicone 
oil, graft type silicone polymers, and various fluorocarbons, 
potential stabilizers, e.g., dicyanovinyl compounds and car 
bazole derivatives, 1,4-diazabicyclo[2.2.2]octane, 
monophenol type antioxidants, e.g., 2-tert-butyl-4-methox 
yphenol and 2,6-di-tert-butyl-4-methylphenol, bisphenol 
type antioxidants, amine type antioxidants, and salicylic acid 
type antioxidants. 
The thickness of the charge-transporting layer to be 

obtained is from 5 to 40 pm, preferably from 10 to 30 m. 
Electrical connection of the thus-obtained charge-trans 

porting layer with a charge-generating layer enables the 
charge-transporting layer to have the functions of receiving 
carriers injected from the charge-generating layer in the 
presence of an electric field and transporting the carriers to 
the surface of the photosensitive layer. 

In this case, the charge-transporting layer may overlie the 
charge-generating layer or underlie it, but desirably overlies 
the charge-generating layer. 
On the photosensitive layer thus produced, a protective 

layer may be formed by coating if desired and necessary. 
For forming the charge-generating layer, use may be made 

of one or more materials selected from inorganic charge 
generating materials, e.g., selenium, selenium-tellurium, and 
amorphous silicone, and organic charge-generating materi 
als, e.g., cationic dyes such as pyrylium salt dyes, thiapy 
rylium salt dyes, azulenium salt dyes, thiacyanine dyes, and 
quinocyanine dyes, squarylium salt pigments, phthalocya 
nine pigments, polycyclic quinone pigments such as 
anthanthrone pigments, dibenzpyrenequinone pigments, and 
pyranthrone pigments, indigo pigments, quinacridone pig 
ments, azo pigments, and pyrrolopyrrole pigments. These 
materials may be used alone or in combination to form a 
layer thereof by vapor deposition or coating. 
Of the above-described organic charge-generating sub 

stances, those as described in Chem. Rev., 1993, 93, pp. 
449-486 are particularly preferred. 

Particularly, photocyanine pigments are preferred. Spe 
cific examples of the phthalocyanine pigments include 
oxotitanium phthalocyanine (TiOPo), copper phthalocya 
nine (CuPo), metal-free phthalocyanine (HPo), hydroxyga 
Ilium phthalocyanine (HOGaPc), vanadyl phthalocyanine 
(VOPc), and chloroindium phthalocyanine (InClPc). More 
specifically, o-TiOPc, B-TiOPc, Y-TiOPc, m-TiOPc, 
Y-TiOPc, A-TiOPc, B-TiOPc, and TiOPc amorphous are 
cited as the TiOPc and o-HPc, B-HPc, t-HPc, and 
X-HPc are cited as the HPc. 
Azo pigments are also preferred. The azo pigments 

include monoazo compound, bisazo compound and trisazo 
compound. Specific examples of the azo compounds are 
listed below. 

(19) 
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Besides those materials, any material can be used as long 
as it generates carriers at a high efficiency upon light 
absorption. 

Thus, an electrophotographic photoreceptor containing a 
charge-transporting layer comprising the triphenylamine 
derivative (1) of the present invention can be obtained. 
An electrophotographic photoreceptor containing a 

monolayer comprising a charge-generating material and the 
compound (1) of this invention as a charge-transporting 
material, can be also obtained. 
As described above, the triphenylamine derivative (1) of 

this invention, such as those enumerated in Table 1, gives a 
stable film attaining a high carrier mobility and, when used 
in forming an electrophotographic photoreceptor, is also 
excellent in various properties. 
The present invention will be explained below in more 

detail by reference to the following examples, but the 
invention is not construed as being limited thereto. 

In the examples, the analytical instruments and conditions 
shown below were used. 
(1) H-NMR 

Instrument: Type AM-400 (400 MHz), manufactured by 
Bruker Inc. 

Solvent: CDCl 
Internal reference: tetramethylsilane 

(2) MASS 
Instrument: Hitachi M-80B (manufactured by Hitachi 

Ltd. Japan) 
(3) Differential scanning calorimeter (DSC) 

Instrument: SSC-5220 (manufactured by Seiko Denshi 
Kogyo K.K., Japan) 

EXAMPLE 1. 

Synthesis of 4-(4"4"-Diphenyl-1",3'-butadienyl)-4-(2", 
2"diphenylvinyl)triphenylamine (Exemplified Compound 
1; n=0, R,R,R,R,R=H) 
(1) Synthesis of 4-Formyltriphenylamine (9a; R=H) 

Into a 1-liter reaction flask were introduced in a nitrogen 
atmosphere 29.8g of DMF (dimethylformamide) dried with 
a molecular sieve and 300 ml of 1,2-dichloroethane. Thereto 
was added dropwise 37.5g of phosphoryl trichloride with 
stirring at 5° to 10° C. over a period of 10 minutes. The 
contents were stirred at room temperature for 1 hour. 

Subsequently, a solution of 50 g of triphenylamine in 200 
ml of 1,2-dichloroethane was added dropwise at room 
temperature over a period of 10 minutes. Reaction was 
thereafter conducted first at room temperature for 18 hours 
and then with refluxing (86° C) for 2 hours. The disappear 
ance of the starting materials was ascertained by TLC, 
before the reaction was terminated. 

After cooling, the reaction mixture, was poured into 3 
liters of ice water, and 1 liter of toluene was added. The 
mixture was neutralized with soda ash at 60° to 65° C., 
stirred at that temperature for 1 hour, and then subjected to 
liquid separation, washing with water, drying with magne 
sium sulfate, and concentration to obtain 55.78 g of crude 
crystals. The reaction product was recrystallized twice from 
isopropyl alcohol, giving 49.9 g of crystals. Theoretical 
yield, 89.5% m.p., 138°-138.5%.C. 
(2) Synthesis of 4-(2,2'-Diphenyivinyl)triphenylamine (11a; 
R,R, R-H) 
Into a 1-liter reaction flask were introduced in a nitrogen 

atmosphere 30 g of the 4-formyltriphenylamine (9a) 
obtained above, 55.2 g of diethyl diphenylmethylphosphite 
(10a), and 300 ml of DMF dried with a molecular sieve. The 
contents were stirred at room temperature to completely 
dissolve them. Subsequently, 16 g of potassium tert-butox 
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ide was added little by little (the mixture heated from 25 to 
50° C), and reaction was conducted at room temperature for 
9 hours. The disappearance of the starting materials was 
ascertained by TLC, before the reaction was terminated. 

After cooling, the reaction mixture was poured into 3 
liters of ice water and then subjected to extraction with 500 
ml of toluene. The extract was washed with water, dried with 
magnesium sulfate, and concentrated to obtain 59.37 g of 
crude crystals. The reaction product was recrystallized from 
acetonitrile, giving 45.95 g of yellow crystals of 4-(2,2'- 
diphenylvinyl)triphenylamine (11a). Theoretical yield, 
98.8% m.p., 87-88° C. 
(3) Synthesis of 4-Formyl-4'-(2"2"-diphenylvinyl)tripheny 

lamine (12a; R.R.R-H) 
Into a 1-liter reaction flask were introduced in a nitrogen 

atmosphere 31.86 g of DMF dried with a molecular sieve 
and 277 ml of 1,2-dichloroethane. Thereto was added drop 
wise 33.41 g of phosphoryl trichloride with stirring at 5° to 
10° C. over a period of 10 minutes. The contents were then 
stirred at that temperature for 1 hour. 

Subsequently, a solution of 46.16 g of the aboveobtained 
4-(2,2'-diphenylvinyl)triphenylamine (11a) in 185 ml of 
1,2-dichloroethane was added dropwise at room temperature 
over a period of 20 minutes. Reaction was thereafter con 
ducted first at room temperature for 17 hours and then with 
refluxing (86° C) for 8 hours. The disappearance of the 
starting materials was ascertained by TLC, before the reac 
tion was terminated. 

After cooling, the reaction mixture was poured into 3 
liters of ice water, and 1 liter of toluene was added. The 
mixture was neutralized with soda ash at 60 to 65° C., 
stirred at that temperature for 1 hour, and then subjected to 
liquid separation, washing with water (2 liters; twice; pH 
after washing, 7), drying with magnesium sulfate, and 
concentration to obtain 49.9 g of a crude product. This 
product was purified by silica gel column chromatography 
(eluent: benzene/ethyl acetate=9/1 by volume), giving 43.98 
g of 4- formyl-4'-(2",2"-diphenylvinyl)triphenylamine 
(12a). Theoretical yield, 89.4% m.p., 49-50° C. 
(4) Synthesis of 4-(4"4"-Diphenyl-1",3'-butadienyl)-4- 

(2",2"-diphenylvinyl)triphenylamine (Exemplified Com 
pound 1) 
Into a 500-ml reaction flask were introduced in a nitrogen 

atmosphere 3.72 g (8.2 mmol) of the 4-formyl-4'-(2",2"- 
diphenylvinyl)triphenylamine (12a) obtained above, 3.35g 
(9.7 mmol) of diethyl 3,3-diphenylallylphosphite (6a), and 
37 ml of DMF dried with a molecular sieve. The contents 
were stirred at room temperature to completely dissolve 
them. 

Subsequently, 1.09 g (9.7 mmol) of potassium tert-butox 
ide was added little by little (the mixture heated from 20° to 
33 C.), and reaction was conducted at room temperature for 
16 hours. The disappearance of the starting materials was 
ascertained by TLC, before the reaction was terminated. 

After cooling, the reaction mixture was poured into 370 
ml of methanol, and the resulting precipitate was separated 
from the liquid by filtration to obtain 5.67 g of crystals. This 
reaction product was purified by silica gel column chroma 
tography (eluent: benzeneln-hexane=9/1 by volume), giving 
4.80 g of a purified reaction product. The purified product 
was recrystallized from a mixed solvent consisting of 240 ml 
of acetonitrile and 135 ml of ethyl acetate, giving 2.73 g of 
yellow crystals of 4-(4",4'-diphenyl-1",3"-butadienyl)-4- 
(2",2"-diphenylvinyl)triphenylamine (Exemplified Com 
pound 1) (which had a purity as determined by high 
performance liquid chromatography (HPLC) of 99.7%). 
Theoretical yield, 52.8% m.p., 108°-109° C. 



5,573,878 
23 

Spectral data for this compound are as follows. 
H-NMR spectrum (400 MHz, CDC, Öppm): 6.66 (1H, 

d, J=15.1 Hz), 6.77 (1H, dd, J=10.7 Hz, 15.1 Hz), 6.80 (1H, 
d, J=10.7 Hz), 6.87 (2H, d, J-8.7 Hz), 6.90 (1H, s), 6.92 (2H, 
d, J=8.7 Hz), 7.00-7.05 (3H, m), 7.15 (2H, d, J=8.7 Hz), 
7.19-7.42 (22H, m) 
MASS (m/e): 627(M), 451 

EXAMPLE 2. 
Synthesis of 4,4'-Bis(4",4'-diphenyl-1",3'-butadienyl)t- 

riphenylamine (Exemplified Compound 2; n=1, R,R,R, 
RR-H) 
(1) Synthesis of 1,1-Diphenylethylene (4a) 

Into a 2-liter reaction flask were introduced in a nitrogen 
atmosphere 31.6 g (1.3 mol) of magnesium and 50 ml of dry 
tetrahydrofuran (THF). Slight amounts of iodine and ethyl 
bromide were further added, following which the initiation 
of reaction was ascertained. 

Thereto was added 600 ml of dry THF with stirring. 
Methyl chloride gas was then bubbled into the mixture, 
while the mixture was maintained at 30° to 40 C. by 
controlling both the amount of the gas being bubbled and 
cooling. Heat generation ended in 2 hours with the disap 
pearance of the magnesium. The bubbling of methyl chlo 
ride gas was then stopped and the mixture was stirred at that 
temperature for 1 hour to complete the preparation of a 
Grignard reagent. 
To this reaction mixture was added dropwise a liquid 

mixture of 182.22 g (1.1 mol) of benzophenone (3a; R'R'= 
H) and 364 ml of dry THF at 35° to 40° C. over a period of 
30 minutes. This mixture was stirred first at that temperature 
for 2 hours and then at that temperature for 13 hours to 
complete the reaction. The resulting solution was added to 
1,400 g of cooled 10% aqueous ammonium chloride solu 
tion with cooling with ice. The mixture was stirred for 30 
minutes, allowed to stand, and then subjected to liquid 
separation, followed by washing with aqueous common salt 
solution, drying with magnesium sulfate, and concentration 
to obtain 200.23g of crude 1,1-diphenylethanol (theoretical 
yield based on the benzophenone, 98.6%). 

Into a 1-liter reaction flask were introduced 200.23g of 
the crude 1,1-diphenylethanol obtained above, 400 ml of 
toluene, and 1 g of p-toluenesulfonic acid (PTSA). Azeo 
tropic dehydration was conducted for 2 hours with toluene 
refluxing (94-116° C). The resulting reaction mixture was 
cooled, washed with water and then with 2% soda ash 
solution, dried with magnesium sulfate, and concentrated to 
obtain 190.09 g of crude 1,1-diphenylethylene (4a; R',R’= 
H). This crude 1,1-diphenylethylene (4a) was distilled with 
a Claisen flask equipped with a vigreux (b.p., 103 C/1 
mmHg), giving 174.06 g of 1,1-diphenylethylene (4a). The 
theoretical yield based on the benzophenone was 96.5%. 
(2) Synthesis of 3,3-Diphenylallyl Chloride (5a; R.R’=H) 

Into a 300-ml reaction flask were introduced 54.13 g (0.3 
mol) of the 1,1-diphenylethylene (4a) obtained above, 
108.26 g of acetic acid, and 13.51 g (0.45 mol) of paraform 
aldehyde. Hydrogen chloride in an amount of 13.67 g (0.375 
mol) was then bubbled into the mixture with stirring at 30° 
C. over a period of 3.5 hours, while the reaction mixture was 
kept being cooled at 30° C. because slight heat generation 
occurred. 

After the bubbling of hydrogen chloride was stopped, the 
reaction mixture was stirred at that temperature for 2 hours 
and then allowed to stand overnight. The resulting reaction 
mixture was poured into 200 ml of water and extracted with 
200 ml of toluene. The extract was washed with water, with 
2% soda ash solution, and then with water, dried with 
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24 
magnesium sulfate, and concentrated to obtain 68.42 g of a 
crude reaction product. This crude product was distilled with 
a Claisen flask equipped with a vigreux (b.p., 120°-132 
C/1 mmHg), giving 57.51 g of 3,3-diphenylallyl chloride 
(5a). Theoretical yield based on (3a), 79% 

H-NMR spectrum (400 MHz, CDCl, Öppm): 4.11 (2H, 
d, J=8.0 Hz), 6.23 (1H, t, J=8.0 Hz), 7.21-7.41 (10H, m) 
MASS (m/e): 228(M), 193, 178, 115 

(3) Synthesis of Diethyl 3,3-diphenylallylphosphite (6a; 
R.R-H) 
A mixture of 40.75 g (0.155 mol) of 3,3-diphenylallyl 

chloride (5a) and 94.48 g (0.569 mol) of triethyl phosphite 
was stirred with refluxing for 24 hours. The disappearance of 
the 3,3-diphenylallyl chloride (5a) was ascertained by gas 
chromatography (GC), before the reaction was terminated. 
After cooling, the reaction mixture was distilled with a 
Claisen flask equipped with a vigreux (b.p., 170°-203 C/1 
mmHg), giving 55.39 g of diethyl 3,3-diphenylallylphos 
phite (6a). Theoretical yield, 99% 

H-NMR spectrum (400 MHz, CDC1, 8ppm): 1.31 (6H, 
t, J-7.0 Hz), 2.71 (2H, dd, J=7.9 Hz, J=22.4 Hz), 4.08 (6H, 
dt, J=7.1 Hz, J=7.6 Hz), 6.12 (1H, q, J=7.9 Hz, J=7.6 Hz), 
7.22-7.38 (10H, m) 
MASS (m/e): 330(M), 193, 115 

(4) Synthesis of 4,4'-Diformyltriphenylamine (8a; R=H) 
Into a 1-liter reaction flask were introduced 44.74 g (0.612 

mol) of dimethylformamide (DMF) and 200 ml of dichlo 
roethane. Thereto was added dropwise 93.82 g (0.612 mol) 
of phosphoryl trichloride at 5° to 10° C. over a period of 30 
minutes. 
A solution of 50 g (0.204 mol) of triphenylamine (7a) in 

200 ml of dichloroethane was then added gradually at room 
temperature over a period of 30 minutes. The resulting 
mixture was stirred first at room temperature for 12 hours 
and then with refluxing for 24 hours. 

After cooling, 44.74 g (0.612 mol) of DMF and 93.82 g 
(0.612 mol) of phosphoryl trichloride were added, and the 
mixture was stirred with refluxing for 24 hours. This pro 
cedure was repeated three times. The reaction mixture was 
then poured into 4 liters of ice water, and 1 liter of toluene 
was added. The resulting mixture was neutralized with 
sodium carbonate, stirred at 65° C. for 1 hour, and then 
subjected to liquid separation, washing with water, drying, 
and concentration to obtain 56.6 g of a crude reaction 
product. This reaction product was recrystallized twice from 
isopropyl alcohol, giving 24.3 g of 4,4'-diformyltripheny 
lamine (8a) (theoretical yield, 39.5%). m.p., 148.5-149.5° 
C. 
(5) Synthesis of 4,4'-Bis(4",4'-diphenyl-1",3'-butadienyl)t- 

riphenylamine (Exemplified Compound 2) 
Into a 100-ml reaction flask were introduced 3.0 g (9.93 

mmol) of 4,4'-diformyltriphenylamine (Sa), 7.52 g (21.83 
mmol) of diethyl 3,3-diphenylallylphosphite (6a), and 60 ml 
of DMF. Thereto was added 2.67 g (23.8 mmol) of potas 
sium tert-butoxide little by little. The resulting mixture was 
stirred for 17 hours. The disappearance of the 4,4'-diformyl 
triphenylamine (8a) was ascertained by TLC (thin-layer 
chromatography), before the reaction was terminated. 

This reaction mixture was poured into 600 ml of metha 
nol, and the resulting precipitate was separated from the 
liquid by filtration and washed with methanol to obtain 5.8 
g of crude crystals. The reaction product was recrystallized 
from toluene, giving 3.31 g of 4,4'-bis(4"4"- diphenyl-1", 
3"-butadienyl)triphenylamine (Exemplified Compound 2) 
(theoretical yield, 50.9%). m.p., 115°-116° C. 

Spectral data for this compound are as follows. 
H-NMR spectrum (400 MHz, CDC1, 8ppm): 6.67 (2H, 

d, J-15.0 Hz), 6.78 (2H, dd, J=15.0, 10.7 Hz), 6.85 (2H, d, 
J=10.7 Hz), 6.93-7.40 (33H, m) 
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In addition, minor peaks of 6.25 (t, J=11 Hz) and 6.36 (d, 
J=11.6 Hz) were observed (cis-double bond). 
MASS (m/e): 653(M), 477, 373,281 

EXAMPLE 3 

Synthesis of 4,4'-Bis4",4'-di(p-tolyl)-1",3'-butadienyl) 
triphenylamine (Exemplified Compound 5; n=1, R,R,R, 
R-4-Me, R-H) 
(1) Synthesis of 1,1-Di(p-tolyl)ethylene (4b; R.R-4-Me) 

Into a 1-liter reaction flask were introduced in a nitrogen 
atmosphere 15.6 g (0.65 mol) of magnesium and 20 ml of 
THF. Slight amounts of ethyl iodide and iodine were added 
thereto to initiate reaction. A solution of 111.15 g (0.65 mol) 
of p-bromotoluene in 500 ml of THF was then added 
dropwise at room temperature to 40° C. over a period of 2 
hours to prepare a Grignard reagent. 

Thereto was added dropwise a solution of 83.75 g (0.625 
mol) of p-methylacetophenone in 200 ml of THF at that 
temperature over a period of 3 hours. After the addition, the 
mixture was stirred first at room temperature for 3 hours and 
then with refluxing for 4 hours. The resulting reaction 
mixture was cooled and poured into 1 liter of 5% aqueous 
sulfuric acid solution to conduct hydrolysis. 

This solution was extracted with toluene, and the extract 
was washed with aqueous soda ash solution and then with 
water and concentrated. Thereto were added 300 ml of 
toluene and 0.5g of PTSA. The resulting mixture was stirred 
with refluxing for 4 hours to conduct azeotropic dehydra 
tion, followed by washing with aqueous soda ash solution, 
washing with water, and concentration. 
The resulting crude reaction product was distilled with a 

Claisen flask equipped with a vigreux (b.p., 120°-121 C./1 
mmHg), giving 98.5g of 1,1-di(p-tolyl)ethylene (4b). Theo 
retical yield based on the p-methylacetophenone, 75.8% 
(2) Synthesis of 3,3-Di(p-tolyl)allyl Chloride (5b; R'R'= 
4-Me) 
Synthesis was conducted in the same manner as in (2) in 

Example 2 except that 70.5 g (0.337 mol) of 1,1-di(p- 
tolyl)ethylene (4b) was used in place of 1,1-diphenylethyl 
ene (4a) and that paraformaldehyde was used in an amount 
of 15.1 (0.505 mol). Thus, 58.7 g of a reaction product was 
obtained (b.p., 153°-173° C/1 mmHg, theoretical yield, 
67.9%). 

This reaction product was recrystallized from hexane, 
giving 49.0 g of 3,3-di(p-tolyl)allyl chloride (5b). Theoreti 
cal yield, 56.7% m.p., 66° C. 

Spectral data for the 3,3-di(p-tolyl)allyl chloride (5b) are 
as follows. 
"H-NMR spectrum (400 MHz, CDC1, 8ppm): 2.33 (3H, 

s), 2.39 (3H, s), 4.13 (2H, d, J=8.1 Hz), 6.17 (1H, t, J=8.1 
Hz), 7.01-7.24 (8H, m) 
MASS (m/e): 256(M), 221, 206,165, 129 

(3) Synthesis of Diethyl 3,3-Di-p-tolylallylphosphite (6b; 
R.R-4-Me) 
Reactions were conducted in the same manner as in (3) in 

Example 2 except that 35.0 g (0.1365 mol) of 3,3-di(p- 
tolyl)allyl chloride (5b) was used in place of 3,3-dipheny 
lallyl chloride (5a) and that triethyl phosphite was used in an 
amount of 68 g (0,409 mol). As a result, 49.3 g of a 
distillation residue was obtained. This residue was recrys 
tallized from hexane, giving 29.9 g of diethyl 3,3-di(p- 
tolyl)allylphosphite (6b). Theoretical yield, 61.16% m.p., 
56.0° C. 

Spectral data for this compound are as follows. 
H-NMR spectrum (400 MHz, CDC1, 8ppm): 1.30 (6H, 

t, J=7.1 Hz), 2.32 (3H, s), 2.39 (3H, s), 2.71 (2H, dd, J=7.9 
Hz, J=224 Hz), 4.07 (4H, q, J=7.1 Hz, J=8.1 Hz), 6.05 (1H, 
dd, J=7.9 Hz, J=15.2 Hz), 7.06-7.19 (8H, m) - 
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MASS (m/e): 358(M+), 221, 129 

(4) Synthesis of 4,4'-Bis(4"4"-di(p-tolyl)-1",3'-butadienyl) 
triphenylamine (Exemplified Compound 5) 
Reactions were conducted in the same manner as in (5) in 

Example 2 except that 4,4'-diformyltriphenylamine (8a) was 
used in an amount of 3.01 g (10 mmol) and that 7.52 g (21 
mmol) of diethyl 3,3-di(p-tolyl)allylphosphite (6b) was used 
in place of diethyl 3,3-diphenylallylphosphite (6a). Thus, 
3.51 g of 4,4'-bis(4",4'-di(p-tolyl)-1",3'-butadienyl)triph 
enylamine (Exemplified Compound 5) was obtained. Theo 
retical yield, 49.4%; m.p., 123°-124° C. 

H-NMR spectrum (400 MHz, CDC1, 8ppm): 2.34 (6H, 
s), 2.40 (6H, s), 6.62-6.67 (2H, m), 6.78-6.82 (4H, m), 
6.93-7.29 (29H, m) 

In addition, minor peaks of 6.24 (t, J=11.4 Hz) and 6.35 
(d, J-11.4 Hz) were observed (cis-double bond). 
MASS (m/e): 709(M), 490, 219,169 

EXAMPLE 4 

Synthesis of 4-Methyl-4'4"-bis(4",4"-di(p-tolyl)-1",3"- 
butadienyltriphenylamine (Exemplified Compound 13, 
n=1, R,R,R,R,R-4-Me) 
(1) Synthesis of 4,4'-Diformyl-4"-methyltriphenylamine 

(8b) 
Synthesis was conducted in the same manner as in (4) in 

Example 2 except that 28.73 g (0.111 mol) of 4-methylt 
riphenylamine (7b) was used in place of triphenylamine 
(7a). Thus, 3.84 g of 4,4'-diformyl-4'-methyltriphenylamine 
(8b) was obtained. Theoretical yield, 11.8% m.p., 
153.5°-1549 C. 
(2) Synthesis of 4-Methyl-4,4'-bis(4",4"-di(p-tolyl)-1", 

3"-butadienyltriphenylamine (Exemplified Compound 
13) 
Reactions were conducted in the same manner as in (5) in 

Example 2 except that 1.0 g (3.2 mmol) of 4,4'-diformyl 
4"-methyltriphenylamine (8b) was used in place of 4,4'- 
diformyltriphenylamine (8a) and that 3.43 g (9.5 mmol) of 
diethyl 3,3-di(p-tolyl)allylphosphite (6b) was used in place 
of diethyl 3,3-diphenylallylphosphite (6a). Thus, 1.55g of 
4-methyl-4,4'-bis(4"4"-di(p-tolyl)-1",3"-butadienyl 
triphenylamine (Exemplified Compound 13) was obtained. 
Theoretical yield, 67.2% m.p., 134°-135° C. 

Spectral data for this compound are as follows. 
'H-NMR spectrum (400 MHz, CDC1, 8ppm): 2.29 (3H, 

s), 2.33 (6H, s), 2.39 (6H, s), 6.64 (2H, dd, J=14.5 Hz, J-6.7 
Hz), 6.75-6.82 (4H, m), 6.91-7.20 (28H, m) 

In addition, minor peaks of 6.23 (t, J=11.4 Hz) and 6.32 
(d, J-11.4Hz) were observed (cis-double bond). 
MASS (m/e): 723(M), 504 

EXAMPLE 5 

Synthesis of 4-Methoxy-4',4'-bis(4",4"-di(p-tolyl)-1", 
3"-butadienyltriphenylamine (Exemplified Compound 18; 
n=1, R,R,R,R-4-Me, R-4-MeO) 
(1) Synthesis of 4,4'-Diformyl-4"-methoxytriphenylamine 

(8c) 
Reactions were conducted in the same manner as in (4) in 

Example 2 except that 20.0 g (0.075 mol) of 4-methoxyt 
riphenylamine (7c) was used in place of triphenylamine (7a). 
Thus, 19.0 g of 4,4'-diformyl-4"-methoxytriphenylamine 
(8c) was obtained. Theoretical yield, 76.5%; m.p., 
113°-114° C. 

Spectral data for this compound are as follows. 
H-NMR spectrum (400 MHz, CDCl, 5ppm): 3.85 (3H, 

s), 6.94 (2H, d, J=9.0 Hz), 7.12 (2H, d, J-9.0 Hz), 7.17 (4H, 
d, J=8.7 Hz), 7.56 (4H, d, J=8.7 Hz), 9.88 (2H, s) 
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MASS (m/e): 331(M), 316, 259, 230 
(2) Synthesis of 4-Methoxy-4'4"-bis(4"4"-di(p-tolyl)-1", 

3"-butadienyltriphenylamine (Exemplified Compound 
18) 
Reactions were conducted in the same manner as in (5) in 5 

Example 2 except that 3.58 g (10 mmol) of diethyl 3,3- 
di(p-tolyl)allylphosphite (6b) was used in place of diethyl 
3,3-diphenylallylphosphite (6a) and that 1.655 g (5.0 mmol) 
of 4,4'-diformyl-4"-methoxytriphenylamine (8c) was used in 
place of 4,4'-diformyltriphenylamine (8a). Thus, 1.19 g of 10 
4-methoxy-4,4'-bis(4"4"-di(p-tolyl)-1",3"-butadienyl) 
triphenylamine (Exemplified Compound 18) was obtained. 
Theoretical yield, 76.5%; m.p., 127.5°-128.5° C. 

Spectral data for this compound are as follows. 
H-NMR spectrum (400 MHz, CDCl, 8-ppm): 2.34 (6H, 15 

s), 2.40 (6H, s), 3.79 (3H, s), 6.23 (2H, d, J=14.9 Hz), 
6.79-6.83 (6H, m), 6.90 (4H, d, J=7.4 Hz), 7.03 (2H, d, 
J=8.6 Hz), 7.08-7.21 (20H, m) 
MASS (m/e): 739(M), 601, 92 

20 

EXAMPLE 6 

Synthesis of Exemplified Compound 27 (in general for 
mula 1, R=R-R-R-4-Me, R-4-Br, n=1) 
(1) Synthesis of 4,4'-Diformyl-4"-bromotriphenylamine (8d; 25 
R-4-Br) 
In the same manner as in the synthesis of 4,4'-diformyl 

triphenylamine (8a), 2.92 g of 4,4'-diformyl-4"-bromotriph 
enylamine (8d) was obtained from 12.0 g (0.037 mol) of 
4-bromotriphenylamine (7d). m.p., 205-206° C.; Theoreti- 30 
cal yield, 20.8% 

Spectral data for this compound are as follows. 
Mass spectrum; mle 379(M), 271 
H-NMR spectrum (400 MHz, 5; ppm in CDC1): 7.06 

(2H, d, J=8.8 Hz), 7.19 (4H, d, J=8.8 Hz), 7.50 (2H, d, J=8.8 35 
Hz), 7.79 (4H, d, J=8.8 Hz), 9.91 (2H, s) 
(2) Synthesis of Exemplified Compound 27 
From 1.79 g (5 mmol) of diethyl 3,3-di-p-triallylphos 

phite (6b) and 0.76 g (2 mmol) of 4,4'-diformyl-4"-bromot 
riphenylamine (8d), 1.35 g of Exemplified Compound 27 40 
was obtained in the same manner as that for Exemplified 
Compound 2. Theoretical yield, 85.6%; m.p., 146-149° C. 

Spectral data for the Exemplified Compound 27 are as 
follows. 
Mass spectrum (SIMS); mile 789(M1), 570 45 
H-NMR spectrum (400 MHz, 8; ppm in CDCl3): 2.34 

(6H, s), 2.41 (6H, s), 6.61-6.65 (2H, m), 6.78-6.82 (4H, m), 
7.08-7.32 (28H, m) 

In addition, minor peaks of 6.20 to 6.35 (m) were 
observed (cis-double bond). 50 

SYNTHESIS EXAMPLE 1. 

Synthesis of 4-(4,4'-Diphenylbutadienyl)triphenylamine 
(Comparative Compound 1) 55 

Into a 100-ml reaction flask were introduced 3.76 g (13.7 
mmol) of triphenylamine monoaldehyde (9a), 5.44 g (16.4 
mmol) of diethyl 3,3-diphenylallylphosphite, and 38 ml of 
dry DMF. The contents were stirred to completely dissolve 
them. Thereto was added 1.84 g (16.4 mmol) of potassium 60 
t-butoxide little by little. This mixture was stirred at room 
temperature for 16 hours. The disappearance of the starting 
materials was ascertained by TLC, before the reaction was 
terminated. The resulting reaction mixture was extracted 
with benzene, and the extract was concentrated to obtain 65 
7.24 g of a concentrate. This concentrate was purified by 
silica gel column chromatography (eluent: benzene) to 

28 
obtain 6.09 g of a reaction product, which was then recrys 
tallized from an ethyl acetate/hexane mixed solvent, giving 
4.03 g of 4-(4,4'-diphenylbutadienyl)triphenylamine (Com 
parative Compound 1). Th, 65.2%; m.p., 148.5-149 C. 

Spectral data for this compound are as follows. 
Mass spectrum; m/e 449(M), 258, 203, 168 
H-NMR spectrum (400 MHz, 8; ppm in CDCl): 6.67 

(1H, d, J=15.1 Hz), 6.78 (1H, dd, J=10.7 Hz, 15.1 Hz), 6.89 
(1H, d, J=10.7 Hz), 6.94 (2H, d, J=8.7 Hz), 7.00 (2H, d, 
J-7.3 Hz), 7.06 (4H, d, J=7.5 Hz), 7.16 (2H, d, J=8.7 Hz), 
7.20-7.41 (14H, m) 

SYNTHESIS EXAMPLE 2 

Synthesis of 4,4'-Bis(diphenylvinyl)triphenylamine 
(Comparative Compound 2) 
From 1.51 g (5.02 mmol) of 4,4'-diformyltriphenylamine 

(8a) and 3.46 g (11.4 mmol) of diethyl diphenylmethylphos 
phite, 2.53 g of 4,4'-bis(diphenylvinyl)triphenylamine was 
obtained in accordance with JP-A-60-174749. 

Th, 83.9%; m.p., 1569-157° C. 

SYNTHESIS EXAMPLE 3 
Synthesis of 1,1-Diphenyl-4-(p-dimethylaminophenyl)-1, 

3-butadiene (Comparative Compound 3) 
In 50 ml of dry DMF were dissolved 3.3 g of diethyl 

3,3-diphenylallylphosphite (6a) and 1.49 g of p-dimethy 
laminobenzaldehyde. Thereto was added 1.2 g of potassium 
t-butoxide little by little. The reactants were allowed to react 
at room temperature. 

After cooling, the reaction mixture was poured into 
methanol, and the resulting crystals were separated by 
filtration and recrystallized from ethyl acetate to obtain 2.35 
g of 1,1-diphenyl-4-(p-dimethylaminophenyl)-1,3-butadi 
ene (Comparative Compound 3). Yield, 72.3%; m.p., 
1799-180° C. 

SYNTHESIS EXAMPLE 4 

Synthesis of 1,1-Diphenyl-4-(p-di-n-propylaminophe 
nyl)-1,3-butadiene (Comparative Compound 4) 
The same procedures as in Synthesis Example 3 were 

conducted except that 2.05 g of p-di-n-propylaminobenzal 
dehyde was used in place of 1.49 g of p-dimethylaminoben 
zaldehyde. Thus, 2.35 g of 1,1-diphenyl-4-(p-di-n-propy 
laminophenyl)-1,3-butadiene (Comparative Compound 4) 
was obtained. 

Yield, 73.8%; m.p., 94.5°-95.2° C. 

APPLICATION EXAMPLES 1 TO 4 

One part by weight of chlorodian blue (CDB) and 1 part 
by weight of a polycarbonate resin (Yupilon E-2000, manu 
factured by Mitsubishi Gas Chemical Company, Inc., Japan) 
were kneaded in a ball mill for 5 hours along with 30 parts 
by weight of dichloroethane as a solvent. The pigment 
dispersion obtained was applied with a wire-wound bar on 
a sheet obtained by vapor-depositing aluminum on a poly 
(ethylene terephthalate) (PET) film, and the coating was 
dried at 45°C for 3 hours to form a charge-generating layer 
having a thickness of about 1 um. Further, 1 part by weight 
of each of the Exemplified Compounds 2, 5, 13, and 18 
synthesized in Examples 2 to 5 and 1 part by weight of a 
polycarbonate resin (Polycarbonate Z, manufactured by 
Mitsubishi Gas Chemical Company, Inc.) were mixed in 8 
parts by weight of dichloroethane to dissolve them. Each of 
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these solutions was applied on the charge-generating layer 
with a doctor blade and dried at 80° C. for 3 hours. Thus, 
photoreceptors 1 to 4 were produced. 
The electrophotographic photoreceptors thus obtained 

were statically examined for electrophotographic properties 
with an electrostatic recording tester Type SP-428 (manu 
factured by Kawaguchi Denki Seisakusho, Japan). In this 
test, the photoreceptor was electrostatically charged by 
5-second corona discharge at-6 kV to measure the resulting 
surface potential Vo (unit:-V), and the resulting photore 
ceptor was placed in the dark for 5 seconds and then 
irradiated with light from a tungsten lamp at an illuminance 
of 5 lx to determine the exposure dose required for the 
surface potential to decrease by half, i.e., half-decay expo 
sure E1 (lux.sec), and the residual surface potential Vo 
(-V) after 10-second irradiation at an illuminance of 5 lx. 
The results obtained are summarized in Table 2. 

COMPARATIVE EXAMPLES 1 AND 2 

Photoreceptors 5 and 6 were produced and examined for 
electrophotographic properties in the same manner as in 
Application Examples 1 to 4 except that Comparative Com 
pounds 1 and 2 synthesized in Synthesis Examples 1 and 2 
were used in place of Exemplified Compounds 2, 5, 13, and 
18. The results obtained are summarized in Table 2. 
A comparison between Application Examples 1 to 4 and 

Comparative Examples 1 and 2 clearly shows that the 
photoreceptors 1 to 4 employing compounds of this inven 
tion each has a small half-decay exposure (E) and high 
sensitivity, thus demonstrating that the compounds of this 
invention are effective as an electrophotographic photore 
ceptor material. 

APPLICATION EXAMPLES5 TO 8 

On a thin aluminum film formed on a polyester film by 
vapor deposition, oxotitanium phthalocyanine (TiOPc) was 
vacuum-deposited at 10 Torr to a thickness of about 0.8 
um to form a charge-generating layer. Further, 1 part by 
weight of each of the Exemplified Compounds 1, 2, 13, and 
18 synthesized in Examples 1, 2, 4, and 5 and 1 part by 
weight of a polycarbonate resin (Polycarbonate Z, manu 
factured by Mitsubishi Gas Chemical Company, Inc.) were 
mixed in 8 parts by weight of dichloroethane to dissolve 
them. Each of these solutions was applied on the charge 
generating layer with a doctor blade and dried at 80° C. for 
3 hours. Thus, photoreceptors 7 to 10 were produced. Their 
electrophotographic properties were examined in the same 
manner as in Application Examples l to 4. The results 
obtained are summarized in Table 2. 

COMPARATIVE EXAMPLES 3 TO 5 

Photoreceptors 11, 12 and 13 were produced and exam 
ined for electrophotographic properties in the same manner 
as in Application Examples 5 to 8 except that Comparative 
Compounds 2, 3, and 4 synthesized in Synthesis Examples 
2 to 4 were used in place of Exemplified Compounds 1, 2, 
13, and 18. The results obtained are summarized in Table 2. 
The photoreceptors 7 to 10, although equal in half-decay 

exposure (E) to the photoreceptors 11 and 12, have higher 
potentials after charging than the photoreceptors 11 and 12, 
showing that they are excellent in the ability to be electro 
statically charged. Further, the photoreceptors 7 to 10 have 
higher sensitivity and lower residual potentials than the 
photoreceptor 13. That is, the results clearly show that the 
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30 
compounds of this invention each is an excellent electro 
photographic photoreceptor material. 

APPLICATION EXAMPLES 9 TO 13 

One part by weight of 1-form metal-free phthalocyanine 
(t-HPc) and 1 part by weight of abutyral resin (Poly(vinyl 
butyral) BM-1, manufactured by Sekisui Chemical Co., 
Ltd., Japan) were kneaded in a ball mill for 5 hours along 
with 30 parts by weight of tetrahydrofuran as a solvent. The 
pigment dispersion obtained was applied on a sheet obtained 
by vapor-depositing aluminum on a poly(ethylene tereph 
thalate) (PET) film, and the coating was dried at 50° C. for 
2 hours. Further, 1 part by weight of each of Exemplified 
Compounds 2, 5, 13, 18, and 27 synthesized in Examples 2 
to 6 and 1 part by weight of a polycarbonate resin (Poly 
carbonate Z, manufactured by Mitsubishi Gas Chemical 
Company, Inc.) were mixed in 8 parts by weight of dichlo 
roethane to dissolve them. Each of these solutions was 
applied on the charge-generating layer with a doctor blade 
and dried at 80° C. for 2 hours to prepare photoreceptors 14 
to 18. The photoreceptors thus obtained were examined for 
electrophotographic properties in the same manner as in 
Application Examples 1 to 4. The results obtained are 
summarized in Table 3. 

COMPARATIVE EXAMPLE 6 

A photoreceptor 19 was produced in the same manner as 
in Application Examples 9 to 13 except that Comparative 
Compound 4 synthesized in Synthesis Example 4 was used 
in place of Exemplified Compounds 2, 5, 13, 18, and 27. Its 
electrophotographic properties were examined in the same 
manner as in Application Examples 1 to 4. The results 
obtained are shown in Table 3. 
The photoreceptors 14 to 18 exhibit excellent electropho 

tographic properties. That is, they have significantly higher 
potentials after charging than the photoreceptor 19 and are 
low in residual potential despite their high sensitivity. The 
results demonstrate that the compounds of this invention are 
extremely effective as an electrophotographic photoreceptor 
material. 

APPLICATION EXAMPLES 14 TO 18 

One part by weight of x-form metal-free phthalocyanine 
(x-HPc) and 1 part by weight of abutyral resin (Poly(vinyl 
butyral) BM-1, manufactured by Sekisui Chemical Co., 
Ltd.) were kneaded in a ball mill for 5 hours along with 30 
parts by weight of tetrahydrofuran as a solvent. The pigment 
dispersion obtained was applied on a sheet obtained by 
vapor-depositing aluminum on a poly(ethylene terephtha 
late) (PET) film, and the coating was dried at 50° C. for 2 
hours. Further, 1 part by weight of each of Exemplified 
Compounds 1, 2, 13, 18, and 27 synthesized in Examples 1 
to 6 and 1 part by weight of a polycarbonate resin (Poly 
carbonate Z, manufactured by Mitsubishi Gas Chemical 
Company, Inc.) were mixed in 8 parts by weight of dichlo 
roethane to dissolve them. Each of these solutions was 
applied on the charge-generating layer with a doctor blade 
and dried at 80° C. for 2 hours to prepare photoreceptors 20 
to 24. The photoreceptors thus obtained were examined for 
electrophotographic properties in the same manner as in 
Application Examples 1 to 4. The results obtained are 
summarized in Table 3. 
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TABLE 2 

Photo- Charge- Vo VR10 E1/2 
receptor No. generating material Charge-transporting material (-V) (-V) (lux sec) 

Application Example 1 1. CDB Exemplified Compound 2 900 O 3. 
Application Example 2 2 r Exemplified Compound 5 500 O 3.0 
Application Example 3 3 t Exemplified Compound 13 670 O 2.7 
Application Example 4 4 r Exemplified Compound 18 620 O 2.3 
Comparative Example 1 5 r Comparative Compound 1 820 2 6.8 
Comparative Example 2 6 Comparative Compound 2 380 O 5.9 
Application Example 5 7 vapor-deposited TiOPc Exemplified Compound 1 660 20 0.8 
Application Example 6 8 r Exemplified Compound 2 700 O 0.5 
Application Example 7 9 r Exemplified Compound 13 540 O 0.8 
Application Example 8 10 r Exemplified Compound 18 470 O 0.5 
Comparative Example 3 1 Comparative Compound 2 380 20 0.9 
Comparative Example 4 12 r Comparative Compound 3 24 2 0.8 
Comparative Example 5 13 ir Comparative Compound 4 946 58 2.2 

TABLE 3 

Photo- Charge- W WRio E1/2 
receptor No. generating material Charge-transporting material (-V) (-V) (lux - sec) 

Application Example 9 14 t-HPc Exemplified Compound 2 770 O 1.0 
Application Example 10 15 f Exemplified Compound 5 782 2 1.1 
Application Example 11 16 t Exemplified Compound 13 784 4 1.0 
Application Example 12 17 Exemplified Compound 17 632 2 0.9 
Application Example 13 8 t Exemplified Compound 27 766 2 O 
Comparative Example 6 9 t Comparative Compound 4 66.5 5.1 1.8 
Application Example 14 20 x-HPc Exemplified Compound 1 820 2 1.4 
Application Example 15 21 Exemplified Compound 2 748 2 1.3 
Application Example 16 22 Exemplified Compound 13 770 4 1.1 
Application Example 17 23 Exemplified Compound 18 518 4. 1.2 
Application Example 18 24 Exemplified Compound 27 736 O 1.0 
Comparative Example 7 25 x-HPc Comparative Compound 4 924 2 1.5 
Application Example 19 26 crystalline TiOPc Exemplified Compound 1 666 6 0.8 
Application Example 20 27 y Exemplified Compound 2 520 O 0.7 
Application Example 21 28 Exemplified Compound 5 880 2 0.9 
Comparative Example 8 29 y Comparative Compound 4 70 4 12.0 

COMPARATIVE EXAMPLE 7 photoreceptors 26 to 28. The photoreceptors thus obtained 

A photoreceptor 25 was produced in the same manner as 
in Application Examples 14 to 18 except that Comparative 
Compound 4 synthesized in Synthesis Example 4 was used 
in place of Exemplified Compounds 1, 2, 13, 18, and 27. Its 
electrophotographic properties were examined in the same 
manner as in Application Examples 1 to 4. The results 
obtained are shown in Table 3. 

APPLICATION EXAMPLES 19 TO 21 

In accordance with the method described in JP-A-1- 
291256, 40 parts by weight of crystalline oxotitanium phtha 
locyanine was added to a binder resin solution obtained by 
dissolving 35 parts by weight of a butyral resin (Poly(vinyl 
butyral) BM-1, manufactured by Sekisui Chemical Co., 
Ltd.) in 1,425 parts by weight of tetrahydrofuran, and the 
pigment was dispersed by treating the mixture with an 
oscillating mill for 2 hours along with glass beads. This 
dispersion was applied with a wire-wound bar on a sheet 
obtained by vapor-depositing aluminum on a poly(ethylene 
terephthalate) (PET) film, and the coating was dried to form 
a charge-generating layer about 0.5um thick. Further, 1 part 
by weight of each of Exemplified Compounds 1, 2, and 5 
synthesized in Examples 1 to 3 and 1 part by weight of a 
polycarbonate resin (Polycarbonate Z, manufactured by 
Mitsubishi Gas Chemical Company, Inc.) were mixed in 8 
parts by weight of dichloroethane to dissolve them. Each of 
these solutions was applied on the charge-generating layer 
with a doctor blade and dried at 80°C. for 2 hours to prepare 
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were examined for electrophotographic properties in the 
same manner as in Application Examples 1 to 4. The results 
obtained are summarized in Table 3. 

COMPARATIVE EXAMPLE 8 

A photoreceptor 29 was produced in the same manner as 
in Application Examples 19 to 21 except that Comparative 
Compound 4 synthesized in Synthesis Example 4 was used 
in place of Exemplified Compounds 1, 2, and 5. Its electro 
photographic properties were examined in the same manner 
as in Application Examples 1 to 4. The results obtained are 
given in Table 3. 
The results show that the photoreceptors 26 to 28 each 

employing a compound of this invention have higher poten 
tials after charging and higher sensitivity than the photore 
ceptor 29 produced in Comparative Example 8. 

APPLICATION EXAMPLES 22 TO 27 

One part by weight of each of Exemplified Compounds 1, 
2, 5, 13, 18, and 27 synthesized in Examples 1 to 6 and 1 part 
by weight of polycarbonate resin were mixed in 8 parts by 
weight of dichloroethane to dissolve them. Each of these 
solutions was applied with a doctor blade on a sheet obtained 
by vapor-depositing aluminum on a poly(ethylene tereph 
thalate) (PET) film, and the coating was dried at 80° C. for 
2 hours. Further, a translucent gold electrode was formed on 
the charge-transporting layer by vapor deposition to measure 
the carrier mobility. The measurement of carrier mobility 
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was made by the time-of-flight method (Toshiaki Tanaka, 
Yasuhiro Yamaguchi, and Masaaki Yokoyama, Denshi 
Shashin, 29, 366(1990)) using as an illuminant a nitrogen 
gas laser having a pulse half width of 0.9 nsec and a 
wavelength of 337 mm. The results obtained at 25°C. and 25 
V/um are given in Table 4. 

COMPARATIVE EXAMPLE 9 

A film was produced and carrier mobility was measured 
in the same manner as in Application Examples 22 to 27 
except that Comparative Compound 4 synthesized in Syn 
thesis Example 4 was used in place of Exemplified Com 
pounds 1,2,5, 13, 18, and 27. The results obtained are given 
in Table 4. 
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34 
Further, as a charge-transporting material 1 part by weight of 
each of the Exemplified Compounds 1, 2, and 5 synthesized 
in Examples 1 to 3 and 1 part by weight of a bisphenol 
A/bisphenol copolycarbonate resin (manufactured by Ide 
mitsu Kosan Co., Ltd.) having the following structural 
formula instead of the polycarbonate resin used in Applica 
tion Examples 1 to 4 were mixed in 8 parts by weight of 
dichloroethane to dissolve them. Each of these solutions was 

applied on the charge-generating layer with a doctor blade 
and dried at 80° C. for 3 hours. Thus, photoreceptors 30 to 
32 were produced. 

C -(-)-K)-(-)-()- 
Table 4 clearly shows that Compounds 1, 2, 5, 13, 18, and 

27 according to the present invention have higher carrier 
mobilities than Comparative Compound 4. 

TABLE 4 

Carrier mobility u 
Charge-transporting material (cm?v-S) 

Application Exemplified Compound 1 20.6 x 10 
Example 22 
Application Exemplified Compound 2 16.4 x 10 
Example 23 
Application Exemplified Compound 5 14.2 x 10 
Example 24 
Application Exemplified Compound 13 35.4 x 10 
Example 25 
Application Exemplified Compound 18 22.6 x 10 
Example 26 
Application Exemplified Compound 27 10.3 x 10" 
Example 27 
Comparative Comparative Compound 4 132 x 10 
Example 9 

APPLICATION EXAMPLE 28 

Exemplified Compound 5 was mixed with a 4-fold 
amount (by weight) of dichloroethane. As a result, the 
compound was wholly dissolved to give a homogeneous 
solution, showing that the charge-transporting material had 
high solubility. This solution was applied, in the same 
manner as in Application Examples 22 to 27, on a sheet 
obtained by vapor-depositing aluminum on a poly(ethylene 
terephthalate) (PET) film and the coating was dried at 80°C. 
for 2 hours. Although a charge-transporting layer containing 
the charge-transporting material at a high concentration was 
thus formed, the layer was homogeneous and free from 
crystallization and pinhole formation. A translucent gold 
electrode was then formed on the charge-transporting layer 
by vapor deposition to measure the carrier mobility. As a 
result, even when a film consisting only of a compound of 
the invention was formed, the film could be homogeneous, 
stable, and thin and attain a carrier mobility as high as 
56.7x10 (cm/Vs), demonstrating that the compound of 
this invention is extremely useful. 

APPLICATION EXAMPLES 29 TO 31 

A charge-generating layer was prepared in the same 
manner as in Application Examples 1 to 4 by using CDB. 
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n/(m+n)=0.85 wherein m and in each represents a molar 
number of the repeating unit 

Their electrophotographic properties were examined in 
the same manner as in Application Examples 1 to 4. The 
results obtained are summarized in Table 5. 

COMPARATIVE EXAMPLE 10 

Photoreceptor 33 was produced and examined for elec 
trophotographic properties in the same manner as in Appli 
cation Examples 29 to 31 except that Comparative Com 
pound 1 synthesized in Synthesis Example 1 was used in 
place of Exemplified Compounds 1, 2, and 5. The results 
obtained are summarized in Table 5. 
A comparison between Application Examples 29 to 31 

and Comparative Example 10 clearly shows that the pho 
toreceptors 30 to 32 employing compounds of this invention 
each has a small half-decay exposure (E2), high sensitivity 
and lower residual potentials (V), thus demonstrating that 
the compounds of this invention are effective as an electro 
photographic photoreceptor material. 

APPLICATION EXAMPLES 32 TO 34 

A charge-generating layer was prepared in the same 
manner as in Application Examples 5 to 8 comprising 
vacuum deposition of oxotitanium phthalocyanine (TiOPc). 
Further, 1 part by weight of each of the Exemplified Com 
pounds 1, 2, and 5 synthesized in Examples 1, 2, and 3 and 
1 part by weight of the bisphenol A/bisphenol copolycar 
bonate resin used in Application Examples 29 to 31 were 
mixed in 8 parts by weight of dichloroethane to dissolve 
them. Each of these solutions was applied on the charge 
generating layer with a doctor blade and dried at 80° C. for 
3 hours. Thus, photoreceptors 34 to 36 were produced. Their 
electrophotographic properties were examined in the same 
manner as in Application Examples 1 to 4. The results 
obtained are summarized in Table 5. 

COMPARATIVE EXAMPLE 11 

A charge-generating layer was prepared in the same 
manner as in Application Examples 5 to 8 comprising 
vacuum deposition of oxotitanium phthalocyanine (TiOPc). 
Further, 1 part by weight of the Comparative Compound 4 
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synthesized in Synthesis Example 4 and 1 part by weight of 
the bisphenol A/bisphenol copolycarbonate resin used in 
Application Examples 29 to 31 were mixed in 8 parts by 
weight of dichloroethane to dissolve them. This solution was 

36 
weight of the bisphenol A/bisphenol copolycarbonate resin 
used in Application Examples 29 to 31 were mixed in 8 parts 
by weight of dichloroethane to dissolve them. This solution 
was applied on the charge-generating layer with a doctor 

applied on the charge generating layer with a doctor blade 5 blade and dried at 80° C. for 2 hours. Thus, photoreceptor 42 
and dried at 80°C. for 3 hours. Thus, photoreceptor 37 was a was produced. Its electrophotographic properties were 
produced. Its electrophotographic properties were examined ined in th in Application Examples 1 
in the same manner as in Application Examples 1 to 4. The examined in the same manner as in Application Examp 
results obtained are summarized in Table 5 to 4. The results obtained are summarized in Table 6. 

A comparison between Application Examples 32 to 34 10 A comparison between Application Example 38 and 
and Comparative Example 11 clearly shows that the photo- Comparative Example 12 clearly shows that the photore 
receptors 34 to 36 employing compounds of this invention ceptor 41 employing the compound of this invention has a 
each has a small half-decay exposure (E), high sensitivity small half-decay exposure (E), high sensitivity and lower 
and lower residual potentials (V), thus demonstrating that residual potentials (Vrio), thus demonstrating that the com 
the compounds of this invention are effective as an electro- 15 pounds of this invention are effective as an electrophoto 
photographic photoreceptor material. graphic photoreceptor material. 

TABLE 5 

Photo- Charge- Vo WRio E1/2 
receptor No. generating material Charge-transporting material (-V) (-V) Clux sec) 

Application Example 29 30 CDB Exemplified Compound 1 100 4. 4. 
Application Example 30 31 Exemplified Compound 2 964 O 3.1 
Application Example 31 32 r Exemplified Compound 5 1000 O 2.7 
Comparative Example 10 33 r Comparative Compound 1 1228 8 5.3 
Application Example 32 34 vapor-deposited TiOPc Exemplified Compound 1 942 O O.7 
Application Example 33 35 Exemplified Compound 2 966 O 0.8 
Application Example 34 36 Exemplified Compound 5 856 O 0.6 
Comparative Example 11 37 Comparative Compound 4 1160 20 1.1 

APPLICATION EXAMPLES 35 TO 37 

A charge-generating layer was prepared in the same 
manner as in Application Examples 9 to 13 using t-form 
metal-free phthalocyanine (v-HPc). Further, 1 part by 
weight of each of the Exemplified Compounds 1, 2, and 5 
synthesized in Examples 1, 2, and 3 and 1 part by weight of 
the bisphenol A/bisphenol copolycarbonate resin used in 
Application Examples 29 to 31 were mixed in 8 parts by 
weight of dichloroethane to dissolve them. Each of these 
Solutions was applied on the charge-generating layer with a 
doctor blade and dried at 80° C. for 2 hours. Thus, photo 
receptors 38 to 40 were produced. Their electrophotographic 
properties were examined in the same manner as in Appli 
cation Examples 1 to 4. The results obtained are summarized 
in Table 6. 

APPLICATION EXAMPLE 38 

A charge-generating layer was prepared in the same 
manner as in Application Examples 14 to 18 using x-form 
metal-free phthalocyanine (x-HPc). Further, 1 part by 
weight of the Exemplified Compound 2 and 1 part by weight 
of the bisphenol A/bisphenol copolycarbonate resin used in 
Application Examples 29 to 31 were mixed in 8 parts by 
weight of dichloroethane to dissolve them. This solution was 
applied on the charge-generating layer with a doctor blade 
and dried at 80° C. for 2 hours. Thus, photoreceptor 41 was 
produced. Its electrophotographic properties were examined 
in the same manner as in Application Examples 1 to 4. The 
results obtained are summarized in Table 6. 

COMPARATIVE EXAMPLE 12 
A charge-generating layer was prepared in the same 

manner as in Application Examples 14 to 18 using x-form 
metal-free phthalocyanine (x-HPc). Further, 1 part by 
weight of the Comparative Compound 4 and 1 part by 
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APPLICATION EXAMPLES 39 AND 40 

A charge-generating layer was prepared in the same 
manner as in Application Examples 19 to 21 using crystal 
line oxotitanium phthalocyanine. Further, 1 part by weight 
of the Exemplified Compounds 1 and 2 and 1 part by weight 
of the bisphenol A/bisphenol copolycarbonate resin used in 
Application Examples 29 to 31 were mixed in 8 parts by 
weight of dichloroethane to dissolve them. Each of these 
solutions was applied on the charge-generating layer with a 
doctor blade and dried at 80° C. for 2 hours. Thus, photo 
receptors 43 and 44 were produced. Their electrophoto 
graphic properties were examined in the same manner as in 
Application Examples 1 to 4. The results obtained are 
summarized in Table 6. 

COMPARATIVE EXAMPLE 13 

A charge-generating layer was prepared in the same 
manner as in Application Examples 19 to 21 using crystal 
line oxotitanium phthalocyanine. Further, 1 part by weight 
of the Comparative Compound 4 and 1 part by weight of the 
bisphenol A/bisphenol copolycarbonate resin used in Appli 
cation Examples 29 to 31 were mixed in 8 parts by weight 
of dichloroethane to dissolve them. This solution was 
applied on the charge-generating layer with a doctor blade 
and dried at 80° C. for 2 hours. Thus, photoreceptor 45 was 
produced. Its electrophotographic properties were examined 
in the same manner as in Application Examples 1 to 4. The 
results obtained are summarized in Table 6. 
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TABLE 6 

Photo- Charge- Vo WRio Elz 
receptor No. generating material Charge-transporting material (-V) (-V) (lux sec) 

Application Example 35 38 t-HPc Exemplified Compound 2 960 O 1.0 
Application Example 36 39 Exemplified Compound 1 880 8 1.0 
Application Example 37 40 Exemplified Compound 5 964 O 1.2 
Application Example 38 41 x-HPc Exemplified Compound 2 678 O 1.3 
Comparative Example 12 42 x-HPc Comparative Compound 4 1074 16 1.6 
Application Example 39 43 crystalline TiOPc Exemplified Compound 1 860 4 0.5 
Application Example 40 44 y Exemplified Compound 2 790 6 0.7 
Comparative Example 13 45 y Comparative Compound 4 670 16 1.0 

APPLICATION EXAMPLES 41 TO 46 

Charge-transporting layers were prepared in the same 
manner as in Application Examples 22 to 27 respectively 
except that 1 part by weight of the bisphenol A/bisphenol 
copolycarbonate resin used in Application Examples 29 to 
31 was used in place of the polycarbonate resin (Polycar 
bonate Z). The thus obtained charge-transporting layers 
were dried at 80° C. for 2 hours to produce films. With 
respect to the obtained films, carrier mobility was measured 
in the same manner as in Application Examples 22 to 27 
using the time-of-flight method. The results obtained at 25° 
C. and 25 V/um are given in Table 7. 

COMPARATIVE EXAMPLE 14 

A charge-transporting layer was prepared in the same 
manner as in Application Examples 22 to 27 except that 1 
part by weight of the bisphenol A/bisphenol copolycarbon 
ate resin used in Application Examples 29 to 31 was used in 
place of the polycarbonate resin (Polycarbonate Z). The thus 
obtained charge-transporting layer was dried at 80° C. for 2 
hours to produce a film. With respect to the obtained film, 
carrier mobility was measured in the same manner as in 
Application Examples 22 to 27 using the time-of-flight 
method. The results obtained at 25° C. and 25 V/um are 
given in Table 7. 

TABLE 7 

Carrier mobility u 
Charge-transporting material (cm2v-S-1) 

Application Exemplified Compound 1 37.5 x 106 
Example 41 
Application . Exemplified Compound 2 37.1 x 106 
Example 42 
Application Exemplified Compound 5 119 x 106 
Example 43 
Application Exemplified Compound 13 58.8 x 10 
Example 44 
Application Exemplified Compound 18 37.5 x 106 
Example 45 
Application Exemplified Compound 27 50.8 x 10 
Example 46 
Comparative Comparative Compound 4 2.43 x 10 
Example 14 

EXAMPLE 7 

Synthesis of Exemplified Compound 1 (n=0, R,R,R, 
R.R-H) 
(1) Synthesis of 4-(4",4-dipheryl "3"butadienyl)-4- 

formyl-triphenylamine (13a; R.R.R=H) 
Into a 1-liter reaction flask were introduced in a nitrogen 

atmosphere 54.8 g (0,166 mol) of diethyl 3,3-diphenylal 
lylphosphite (6a), 50.0 g (0,166 mol) of 4,4'-diformyltriph 
enylamine (8a), and 300 ml of DMF dried with a molecular 
sieve to dissolve them. Subsequently, 20 g (0.178 mol) of 
potassium tert-butoxide was added little by little while 
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stirring at 5-10 C. over 10 minutes, and then the solution 
was stirred at room temperature for 1 hour. The reaction 
mixture was poured into 3 liters of ice water and then 
subjected to extraction with toluene, liquid separation, wash 
ing with water, drying with magnesium sulfate, and concen 
tration to obtain 76.3 g of a crude product. This product was 
purified by silica gel chromatography (eluent: benzene/ethyl 
acetate=9/1 by volume), giving 19.8g of the titled com 
pound. Theoretical yield, 25.0% 

Spectral data for this compound are as follows. 
MASS spectrum (m/e): 477(M+), 286, 203, 168, 91 
H-NMR spectrum (400 MHz, CDC1, 8ppm): 6.70(d, 

J=14.0 Hz, 1H), 6.82 (d, J=10.8 Hz, 1H), 6.85-6.90(m, 1H), 
7.007.44 (m, 13H), 7.68 (d, J=8.8 Hz, 2H), 9.85 (s, 1H) 

(2) Synthesis of 4-(4",4'-diphenyl-1",3"-butadienyl)-4- 
(2",2"-diphenylvinyl)triphenylamine (Exemplified Com 
pound 1; n=0, R,R,R,R,R=H) 

Into a 100-ml reaction flask were introduced 3.91 g (8.2 
mmol) of 4'-(4"4"-diphenyl-1",3'-butadienyl)-4-formylt 
riphenylamine (13a, R,R,R-H), 2.95 g (9.7 mmol) of 
diethyl diphenylmethylphosphite (10a), and 37 ml of dry 
DMF. The contents were stirred at room temperature to 
completely dissolve them. Subsequently, 1.09 g (9.7 mmol) 
of potassium tert-butoxide was added little by little (the 
mixture heated from 20 to 33 C.), and reaction was 
conducted at room temperature for 16 hours. The disappear 
ance of the starting materials was ascertained by TLC, 
before the reaction was terminated. 

After cooling, the reaction mixture was poured into 370 
ml of methanol, and the resulting precipitate was separated 
from the liquid by filtration to obtain 5.67 g of crystals. This 
reaction product was purified by silica gel column chroma 
tography (eluent: benzene/ethyl acetate=9/1 by volume), 
giving 4.80 g of a purified reaction product. The purified 
product was recrystallized from a mixed solvent consisting 
of acetonitrile and ethyl acetate, giving 2.73 g of yellow 
crystals of the titled compound (Exemplified Compound 1). 
Theoretical yield, 52.8% m.p., 108°-109° C. 

Spectral data for this compound are as follows. 
H-NMR spectrum (400 MHz, CDC1, 8ppm): 6.66 (1H, 

d, J=15.1 Hz), 6.77 (1H, dd, J-10.7 Hz, 15.1 Hz), 6.80 (1H, 
d, J=10.7 Hz), 6.87 (2H, d, J=8.7 Hz), 6.90 (1H, s), 6.92 (2H, 
d, J=8.7 Hz), 7.00-7.05 (3H, m), 7.15 (2H, d, J-8.7 Hz), 
7.19-7.42 (22H, m) 
MASS (m/e): 627(M), 451 

EXAMPLE 8 

Synthesis of 4-4",4'-di(p-tolyl)-4".3"-butadienyl)-4-2", 
2"-di(m-tolyl) vinyl)triphenylamine (Exemplified Com 
pound 3; n=0, R,R-4-Me, R.R=3-Me, R-H) 
(1) Synthesis of 4'-4",4'-di(p-tolyl)-1",3'-butadienyl)-4- 

formyltriphenylamine (13b; R'R'-4-Me, R-H) 
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Reactions were conducted in the same manner as in (1) in 
Example 7 except that 59.50 g (0.166 mol) of diethyl 3,3- 
di(p-tolyl)allyl phosphite (6b) was used in place of diethyl 
3,3-diphenylallyl phosphite (6a) and that 4,4-diformyltriph 
enylamine (8a) was used in an amount of 50.0 g (0.166 mol). 
As a result, 24.3 g of a crude product was obtained. This 
product was recrystallized from a mixture solvent consisting 
of acetonitrile and ethyl acetate, giving 16.5 g of yellow 
crystals of the compound (13b). Theoretical yield, 19.7% 
m.p., 143°-145° C. 

Spectral data for this compound are as follows. 
MASS spectrum (m/e): 505(M), 286,168 
H-NMR spectrum (400 MHz, 6; ppm in CDC1): 2.35 (s, 

3H), 2.40 (s, 3H), 6.67 (d, J=14.4 Hz, 1H), 6.79-6.90 (m, 
2H), 7.00-7.07 (m, 4H), 7.08-7.37 (m, 15H), 7.67 (d, J=8.9 
Hz, 2H), 9.80 (s, 1H) 
(2) Synthesis of 4-4"4"-di(p-tolyl)-1",3'-butadienyl-4- 

2",2"-di(m-tolyl) vinyltriphenylamine (Exemplified 
Compound 3) 
3.5 g (6.92 mmol) of 4'-4",4'-di(p-tolyl)-1",3'-butadi 

enyl-4-formyltriphenylamine (13b) and 2.53 g (7.61 mmol) 
of diethyl di(m-tolyl)methyl phosphite (10b, R.R'-3-Me) 
were dissolved in 30 ml of DMF, and the reaction and post 
treatment were conducted in the same manner as in (2) in 
Example 7 by using 0.9 g (8.02 mmol) of potassium-t- 
butoxide as a base to obtain 2.53 g of Exemplified Com 
pound 3. Theoretical yield, 88.7% 

Spectral data for this compound are as follows. 
MASS spectrum (m/e): 683(M), 464,342, 282 
"H-NMR spectrum (400 MHz, 8; ppm in CDC): 2.30 (s, 

3H), 2.33 (s, 3H), 2.34 (s, 3H), 2.41 (s, 3H), 6.59-6.67 (m, 
1H), 6.77-6.83 (m, 4H), 6.83–6.88 (m, 3H), 6.92 (d, J=8.6 
Hz, 2H), 6.97-7.13 (m, 10H), 7.13-7.25 (m, 13H) 

EXAMPLE 9 
Synthesis of 4-4",4'-di(p-tolyl)-1",3'-butadienyl)-4- 

2",2"-diphenylvinyltriphenylamine (Exemplified Com 
pound 31; n=0, RR-4-Me, R,R,R-H) 
(1) Synthesis of 4-formyl-4'-(2",2'-diphenylvinyl)tripheny 

lamine 
Reaction was conducted in the same manner as in (1) in 

Example 7 except that 50.5 g (0.166 mol) of diethyl diphe 
nylmethyl phosphite (10a) was used in place of diethyl 
3,3-diphenylaltylphosphite (6a). Thus, 21.1 g of 4-formyl 
4'-(2",2'-diphenylvinyl)triphenylamine was obtained. Theo 
retical yield, 28.1%; m.p., 49-50° C. 

Spectral data for this compound are as follows. 
Mass spectrum (m/e); 451(M), 78 
H-NMR spectrum (400 MHz, 8; ppm in CDCl): 

6.87-7.03 (m, 6H), 7.08-7.18 (m, 3H), 7.20-7.38 (m, 13H), 
7.66 (d, J=8.8 Hz, 2H), 9.81 (s, 1H) 
(2) Synthesis of 4-4",4'-di(p-tolyl)-1",3'-butadienyl)-4- 

2",2"-diphenylvinyltriphenylamine (Exemplified Com 
pound 31) 
In the same manner as in (2) in Example 7, 3.91 g of 

Exemplified Compound 31 was obtained from 3.0 g (6.53 
mmol) of 4-formyl-4'-(2",2'-diphenylvinyl)triphenylamine 
(12a; R,R,R=H), 2.58 g (7.18 mmol) of diethyl 3,3-di(p- 
tolyl)allylphosphite, 0.97 g (8.64 mmol) of potassium-t- 
butoxide, and 30 ml of DMF. Theoretical yield, 90.4%; m.p., 
1249-125 C. 

Spectral data for this compound are as follows. 
Mass spectrum (m/e); 655(M), 436,179, 43 
H-NMR spectrum (400 MHz, 8; ppm in CDC): 2.34 (s, 

3H), 2.40 (s, 3H), 6.59–6.67 (m, 1H), 6.76-6.95 (m, 9H), 
6.95-7.37 (m, 25H) 
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EXAMPLE 10 

Synthesis of 4-(4",4'-diphenyl-1",3"-butadienyl)-4'-4", 
4"-di(p-tolyl)-1"3"-butadienyltriphenylamine (Exempli 
fied Compound 36; n=1, R'R'=4-Me, R.R.R-H) 

In the same manner as in (2) in Example 7, 4.71 g of 
Exemplified Compound 36 was obtained from 3.5 g (6.92 
mmol) of 4'-4",4'-di(p-tolyl)-1",3'-butadienyl-4-formylt 
riphenylamine (13b), 2.52 g (7.63 mmol) of diethyl 3,3- 
diphenylallylphosphite (6a), 0.9 g (8.02 mmol) of potas 
sium-t-butoxide, and 30 ml of DMF. Theoretical yield, 
99.8% 

Spectral data for this compound are as follows. 
Mass spectrum (m/e); 681(M), 16 
H-NMR spectrum (400MHz, 8; ppm in CDC): 2.35 (s, 

3H), 2.40 (s, 3H), 6.60-6.69 (m, 2H), 6.75-6.88 (m, 4H), 
6.93-7.12 (m, 6H), 7.10-7.32 (m, 19H), 7.32–743 (m, 3H) 

In addition, minor peaks of 6.22 (t, J=11.6 Hz) and 6.38 
(d, J=11.6 Hz) were observed (cis-double bond). 

EXAMPLE 11 
Synthesis of Exemplified Compound 41 (n=0, R',R-2, 

2'-ethylene, R.R.R-H) 
(1) Synthesis of 10,11-dihydro-5-methylene-5H-dibenzoa, 

bicycloheptene (4c) 
Into a four-necked flask were introduced 13.8 g (0.576 

mol) of magnesium and 500 ml of dry THF. Slight amounts 
of iodine and methyl iodide were further added, following 
which the initiation of reaction was ascertained. Then, 
methyl chloride gas was bubbled into the mixture while the 
mixture was maintained at 20° to 30° C. for 4 hours to 
complete the preparation of a Grignard reagent. 
To this reaction mixture was added dropwise a liquid 

mixture of 100 g (0.48 mol) of dibenzosuberone and 300 ml 
of dry toluene over a period of 2 hours. Reaction was 
thereafter conducted at room temperature for 5 hours. The 
disappearance of dibenzosuberone was ascertained by gas 
chromatography, before the reaction was terminated. 

After ice cooling, the reaction mixture was poured into a 
dilute hydrochloric acid for hydrolysis. The hydrolyzed 
reaction mixture was subjected to liquid separation, and the 
aqueous layer was extracted with toluene, and then mixed 
into the organic layer. Further, this solution was neutralized 
with an aqueous saturated sodium bicarbonate and washed 
with water. 

After concentrating, 500 ml of toluene and 0.5 g of 
p-toluene sulfonic acid were further added to the resulting 
solution, and azeotropic dehydration was conducted with 
reflux stirring. After cooling, the mixture was neutralized 
with an aqueous saturated sodium bicarbonate, washed with 
water, dried with sodium sulfate anhydride, and concen 
trated and distilled to obtain 92.3 g of a crude reaction 
product (b.p., 137° C./1 mmHg). This reaction product was 
recrystallized from hexane, giving 84.2 g of 10,11-dihydro 
5-methylene-5H-dibenzo(a,b)cycloheptene (4c) (theoretical 
yield, 85.1%). m.p., 68–69 C. 

Spectral data for this compound are as follows. 
Mass spectrum (m/e); 206(M), 219,203, 178, 141, 115, 

91, 23 
NMR spectrum (400 MHz, CDC1, 8ppm): 3.05 (s, 4H), 

5.42 (s, 2H), 7.09-7.23 (m, 6H), 7.35 (m, 2H) 
(2) Synthesis of 5-(2-chloroethylidene)-10,11-dihydro-5H 

dibenzo(a,d)cycloheptene (5c): 
In the same manner as in (2) in Example 2, hydrogen 

chloride gas was bubbled into the mixture of 20.6 g (0.1 
mol) of 10,11-dihydro-5-methylene-5H-dibenzo(a,d)cyclo 
heptene (4c), 41 g of acetic acid, and 4.5 g (0.15 mol) of 
paraformaldehyde. After reaction was conducted, the reac 
tion product was extracted with toluene, neutralized with a 
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Saturated Sodium bicarbonate solution, and washed with 
water. Further, this product was dried with sodium sulfate 
anhydride, concentrated and then recrystallized from hexane 
to obtain 23.4 g of the compound (5c). Theoretical yield, 

42 
Mass spectrum (m/e); 679(M), 462 
NMR spectrum (400 MHz, CDC1, 8ppm): 2.70-345 

(brs, 4H), 6.60-6.71 (m, 3H), 6.74-6.83 (m,3H), 6.83-7.43 
(m, 31H) 

92.0%; m.p., 103°-104°C. 5 
Spectral data for this compound are as follows. isitor peaks of 6.20-6.37 (m) was observed 
Mass spectrum (me); 254(M), 219, 203,141,115,91,23 
NMR spectrum (400 MHz, CDC, 5ppm): 2,70-3.05 

(brs, 2H), 3.20-345 (brs, 2H), 4.12 (d, J=8.1 Hz, 2H), 6.07 APPLICATION EXAMPLES 47 AND 48 
(t, J–8.1 Hz, 1H), 7.08 (m, 1H), 7.12-7.30 (m, 6H), 7.34 (m, 10 Photoreceptors 46 and 47 were produced in the same 
1H) manner as in Application Examples 1 to 4 except that 
(3) Synthesis of diethyl B-(10,11-dihydro-5H-dibenzo(a,d) Exemplified Compounds 31 and 42 were used respectively 

cycloheptenylidene-5)-ethylphosphite (6c): in place of Exemplified Compounds 2, 5, 13 and 18, and 
20 g (0.0786 mol) of 5-(2-chloroethylidene)-10,11-dihy- bisazo compound (20) was used in place of CDB. Their 

dro-5H-dibenzo(a,d)cycloheptene (5c) and 65 g (0.393 mol) 15 electrophotographic properties were examined in the same 
of triethylphosphite were stirred with refluxing for 10 hours. manner as in Application Examples 1 to 4. The results 
The disappearance of the compound (5c) was ascertained by obtained are shown in Table 8. 
gas chromatography and then triethylphosphite was distilled 
under reduced pressure to obtain 27.8 g of the residue. APPLICATION EXAMPLE 49 
Theoretical yield, 99.2% 20 

Spectral data for this compound are as follows. A photoreceptor 48 was produced in the same manner as 
Mass spectrum (m/e); 356(M), 191, 125 in Application Examples 9 to 13 except that Exemplified 
NMR spectrum (400 MHz, CDC1, 8ppm): 1.28 (m, 6H), Compound 42 was used in place of Exemplified Compounds 

2.67 (d, J=8.1 Hz, 1H), 2.75 (d, J-8.1 Hz, 1H), 2.70 (m, 1H), 2, 5, 13 and 18. Its electrophotographic properties Were 
2.95 (m, 1H), 3.25-3.48 (m, 2H), 3.93-4.18 (m, 4H), 5.90 25 examined in the same manner as in Application Examples 1 
(q, J-7.9 Hz, 1H), 7.05 (m, 1H), 7.10-7.31 (m, 7H) to 4. The results obtained are shown in Table 8. 
(4) Synthesis of Exemplified Compound 41: 

In the same manner as in (2) in Example 7, 4.23g of APPLICATION EXAMPLE 50 
Exemplified Compound 41 was obtained from 3.0 g (6.53 A photoreceptor 49 was produced in the same manner as mmol) of 4-formyl-4'-(2"2"-diphenylvinyl)triphenylamine 30 PSE p in Application Examples 14 to 18 except that Exemplified (12a), 2.65 g (7.19 mmol) of diethyl B-(10,11-dihydro-5H ra Compound 36 was used in place of Exemplified Compounds dibenzoadcycloheptylinidene-5)-ethylphosphite (6c), 30 1, 2, 13, 18 and 27. Its electrophotographic properties were ml of dry DMF, and 0.97g (8.64 mmol) of potassium-t- a a a. examined in the same manner as in Application Examples 1 
butoxide. Theoretical yield, 97.2% to 4. The results obtained are shown in Table 8 

Spectral data for this compound are as follows. 35 
Mass spectrum (m/e); 653(M), 436, 191, 73, 43 
NMR spectrum (400 MHz, CDC 8ppm): 2.70–3.50 APPLICATION EXAMPLES 51 AND 52 

(brs, 4H), 6.60-6.67 (m, 2H), 6.75-6.94 (m, 8H), 6.97-7.09 Photoreceptors 50 and 51 were produced in the same 
(m, 4H), 713–740 (m, 21H) manner as in Application Examples 19 to 21 except that 

In addition, minor peaks of 6.24 (t, 11.5 Hz) and 6.33 40 Exemplified Compounds 31 and 36 were used respectively 
(d, J=11.5 Hz) were observed (cis-double bond). in place of Exemplified Compounds 1, 2 and 5, and crys 

talline oxotitanium phthalocyanine synthesized by the 
EXAMPLE 12 method of JP-A-63-20365 was used in place of the crystal 

Synthesis of Exemplified Compound 42 (n=1, R',R’=2, line oxotitanium phthalocyanine. Their electrophotographic 
2'-ethylene, R.R.R=H) 45 properties were examined in the same manner as in Appli 

is a w is cation Examples 1 to 4. The results obtained are shown in In the same manner as in (2) in Example 7,570 mg of Table 8 
Exemplified Compound 42 was obtained from 1.3 g (2.72 
mmol) of 4'-(4",4'-diphenyl-1",3"-butadienyl)-4-formylt 
riphenylamine (13a), 1.1 g (3.09 mmol) of diethyl B-(10, so APPLICATION EXAMPLES 53 AND 54 
11-dihydro-5H-dibenzoadcycloheptylinidene-5)-eth- Carrier mobility was measured in the same manner as in 
ylphosphite (6c), 10 ml of DMF, and 330 mg (2.94 mmol) Application Examples 22 to 27 except that Exemplified 
of potassium-t-butoxide. Theoretical yield, 29.4%; m.p., Compounds 36 and 42 were used respectively in place of 
125°-130° C. Exemplified Compounds 1, 2, 5, 13, 18, and 27. The results 

Spectral data for this compound are as follows. obtained are given in Table 9. 

TABLE 8 

Photo- Charge- Vo Wrlo Etz 
receptor No. generating material Charge-transporting material (-V) (-V) (lux sec) 

Application Example 47 46 bisazo compound (20) Exemplified Compound 31 1320 O 1.2 
Application Example 48 47 Exemplified Compound 42 1360 O 2.3 
Application Example 49 48 t-HPc Exemplified Compound 42 1086 O 1. 
Application Example 50 49 x-HPc Exemplified Compound 36 1096 O 0.9 
Application Example 51 50 TiOPc (dispersion) Exemplified Compound 31 1132 2 0.8 
Application Example 52 51 t Exemplified Compound 36 740 O 1. 
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TABLE 9 

Carrier mobility u 
Charge-transporting material (cm?v-S) 

Application Exemplified Compound 36 33.6 x 10 
Example 53 
Application Exemplified Compound 42 18.4 x 10 
Example 54 

While the invention has been described in detail and with 
reference to specific embodiments thereof, it will be appar 
ent to one skilled in the art that various changes and 
modifications can be made therein without departing from 
the spirit and scope thereof. 
What is claimed is: 
1. A triphenylamine derivative represented by the follow 

ing general formula (1): 

(1) 
R3 

(...) t K.) 
wherein R,R,R, RandR may be the same or different 
and each represents a hydrogen atom, a alkyl group, an 
alkoxy group, a halogen atom, or an aryl group which may 
have a substituent, or R and R. and/or R and R may be 
taken together to form a ring, and n represents 0 or 1. 

2. A charge-transporting material comprising a tripheny 
lamine derivative represented by the following general for 
mula (1): 

(1) 
R3 

() -(-)-go () 
wherein R, R,R,R, and R may be the same or different 
and each represents a hydrogen atom, a alkyl group, an 
alkoxy group, a halogen atom, or an aryl group which may 
have a substituent, or R' and Rand/or R and R may be 
taken together to form a ring, and n represents 0 or 1. 

3. A triphenylamine derivative as claimed in claim 1, 
wherein said aryl group is selected from the group consisting 
of a phenyl group, an alkyl-substituted phenyl group, an 
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alkoxy-substituted phenyl group and a halogen-substituted 
phenyl group. 

4. A triphenylamine derivative as claimed in claim 1, 
wherein said ring is selected from a 5- to 7-membered ring. 

5. A triphenylamine derivative as claimed in claim 4, 
wherein said 5- to 7-membered ring is represented by a 
formula: 

wherein X represents a single bond, a methylene group, and 
oxygen atom, a sulfur atom, a phenylimino group, an 
ethylene group, a vinylene group or a phenylene group. 

6. A charge-transporting material as claimed in claim 2, 
wherein said aryl group is selected from the group consisting 
of a phenyl group, a alkyl-substituted phenyl group, a lower 
alkoxy-substituted phenyl group and a halogen-substituted 
phenyl group. 

7. A charge-transporting material as claimed in claim 2, 
wherein said ring is selected from a 5- to 7-membered ring. 

8. A charge-transporting material as claimed in claim 7, 
wherein said 5- to 7-membered ring is represented by a 
formula: 

wherein X represents a single bond, a methylene group, an 
oxygen atom, a sulfur atom, a phenylimino group, an 
ethylene group, a vinylene group or a phenylene group. 

k k k k k 

  


